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(54) COLOR INK SET FOR INK-JET RECORDING 

(57) A yellow ink composition and a magenta ink composition are provided which have good properties satisfying 
requirements tor a color ink jet recording ink. particularly a requirement that the color ink composition is less likely to 
cause clogging of nozzles, and can realize a printed image having excellent tone, waterfastness, storage stability, and 
lightfastness. Further, a color ink set comprising the above ink compositions in combination with a particular cyan ink 
composition and a particular black ink composition are also provided. 

A yellow ink composition comprising a dye represented by the following formula (XI) in combination with a dye rep- 
resented by the following formula (XII) is a fundamental color ink composition: 
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NR105R106 
R103 I 

R101_ N=N _V\ — NH __l^^ij — NH — ^ y_ N=N _ R i02 (XI) 



R203 

R201_ N=N _y V— NH C NH— \S— N-N— R202 (XII) 

h 



wherein R 101 and R 102 represent phenyl or naphthyl substituted by a hydroxyl group, -S0 3 M. or -COOM. 
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Description 

BACKGROUND OF THE INVENTION 
Field of the Invention 

The present invention relates to a color ink composition, particularly an ink composition suitable for use in ink jet 
recording, and an ink jet recording method using the same. 

Background Art 

In the formation of a color image using an ink composition, particularly in the formation of a color image by using 
an ink jet recording method, it is common practice to use at least a magenta ink, a yellow ink, and a cyan ink. Properties 
required of such inks include: stability of the ink under storage conditions such that the composition and properties of 
the ink do not undergo any change in composition and properties; stability of the ink such that the nozzles of the print 
head do not become clogged; and suitable property values of the ink, such as viscosity and surface tension; capability 
of the ink to provide an image possessing a high optical density; capability of the ink to provide sharp tone and image; 
excellent fastness, for example, excellent waterfastness and lightfastness; freedom from odor; and good safety. 

Many of these property requirements have been satisfied by an aqueous ink comprising a water-soluble dye dis- 
solved in water or a mixed system of water and a water-soluble solvent. 

Properties, such as tone, waterfastness, and lightfastness. are greatly depend on dyes used, leading to various 
studies on the dyes. 

For example, C.I. Acid Yellow 17 and 23 are known as a yellow dye having a high water solubility. The high water 
solubility of these dyes are less likely to cause clogging of nozzles. However, the problems of waterfastness and light- 
fastness have remained unsolved. 

Japanese Patent Laid-Open No. 96967/1984 discloses the use of C.I. Direct Yellow 86. 100, and 142 having good 
lightfastness. So far as the present inventors know, however, these dyes have a fear of nozzles being clogged. Further, 
with these dyes, it is difficult to provide a sharp tone. Japanese Patent-Laid Nos. 306075/1 988 and 28690/1 988 disclose 
the formation of a color image using a yellow dye represented by the formula (VII) which is one of the dyes used in the 
present invention, and the claimed advantage of this method is that a good color image can be provided. According to 
an experiment conducted by the present inventors, however, there is still room for an improvement in the prevention of 
clogging and the realization of a sharp tone. Further, there is room for an improvement in the storage stability of prints 
prepared with the dye. In particular, on a specialty paper, having a coating, for ink jet recording, the dye bleeds due to 
moisture in the environment, causing the image to be blurred. 

Regarding a magenta composition, it has been pointed out that a deterioration in prints is mostly attributable to 
magenta. As compared with a yellow ink composition, a cyan ink composition, and a black ink composition, the 
magenta ink composition exhibits more significant fading, leading to a change in tone of the printed image. Further, 
when the print is allowed to stand under an environment having high humidity, the feathering of magenta occurs, result- 
ing in deteriorated quality of the printed image. 

Further, in color printing using a plurality of ink compositions, similar properties are required of all the ink composi- 
tions used. When one ink composition is poor in a certain property, the dignity of the whole image is lost. 

One of the color image forming methods is to conduct overprinting using three colors of yellow, magenta, and cyan 
ink compositions to realize red, green, and blue. Black may be prepared with overprinting all the yellow, magenta, and 
cyan ink compositions or with printing a black ink individually provided. In the color image forming methods, the ink com- 
positions, as such, each should have a good tone and, at the same time, when overprinted, should exhibit a good tone. 

Further, an ink composition has bee desired which can realize a good printed image, especially a printed image 
having excellent waterfastness and a good tone, on recording media, i.e.. on specialty paper having a coating, as well 
as on pain paper. 

SUMMARY OF THE INVENTION 

Accordingly, an object of the present invention is to provide an ink set which can realize a good color printed image, 
especially an image having good color reproduction without bleeding. 

Another object of the present invention is provide yellow and magenta ink composition, which are also used in the 
above ink set. having good properties. In particular, the present invention aims to provide ink compositions satisfying 
property requirements for a color ink jet recording ink, especially yellow and magenta ink compositions which are less 
likely to cause clogging of nozzles and. at the same time, can realize a printed image having excellent tone, waterfast- 
ness, storage stability, and lightfastness. 

According to one aspect of the present invention, there is provided an ink set comprising yellow, magenta and cyan 
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ink compositions, 

the yellow ink composition comprising a dye represented by the formula (XI) and a dye represented by the formula 
(XII): 

NR105R106 
R103 I 

\_ nA N /-< R104 

R101_ N=N / \_ NH _l^ N J— NH — / \ — N=N — R102 (XI) 



wherein R 101 and R 102 each independently represent phenyl or naphthyl substituted by a substituent selected from 
the group consisting of a hydroxyl group, -S0 3 M, and -COOM, 
R 103 and R 104 each independently represent a hydrogen atom, an alkyl, or methoxy, 
R 105 and R 106 each independently represent a hydrogen atom, a hydroxyl group, or C 2 H 4 OH, and 
20 M represents an alkali metal, ammonium, or an organic amine; and 



R203 



25 




wherein R 201 and R 202 each independently represent phenyl or naphthyl substituted by a substituent selected from 
the group consisting of a hydroxyl group, -S0 3 M, and -COOM, 
R 201 and R 202 represent a hydrogen atom, an alkyl. or methoxy, and 
M represents an alkali metal, ammonium, or an organic amine, and 

the magenta ink composition comprising at least one selected from the group consisting of a dye represented by 
the formula (XIII), a dye represented by the formula (XIV), C.I. Reactive Red 147 and C.I. Reactive Red 180: 




(XIII) 



(S0 3 H)m S0 3 H SO3H 



wherein R 301 R 302 , and R 303 each independently represent a substituted or unsubstituted C,. 9 alkyl or C^ alkoxy, 
a halogen atom, a hydrogen atom, hydroxyl. a substituted or unsubstituted carbamoyl, a substituted or unsubsti- 
tuted sulfamoyl, a substituted or unsubstituted amino, nitro. a group -S0 2 R 307 (wherein R 307 represents an ester 
forming group, a substituted or unsubstituted C^g alkyl. or a substituted or unsubstituted C 6 . 15 aryt). a group - 
COOM (wherein M represents a hydrogen atom, an alkali metal, ammonia, or a cationic species derived from an 
amine), or a group -COR 308 (wherein R 308 represents an ester forming group), 
m is 0, 1 , or 2, 

R 304 and R 305 each independently represent a hydrogen atom, a substituted or unsubstituted C^e alkyl, a substi- 
tuted or unsubstituted C 2 . 18 alkenyl. a substituted or unsubstituted aryl, a substituted or unsubstituted aralkyl, a 
substituted or unsubstituted alicyclic group, or a substituted or unsubstituted heterocyclic group, and 
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R 306 represents a group -NR 309 R 310 (wherein R 309 and R 310 each independently represent a hydrogen atom, a 
substituted or unsubstituted Cm 8 alkyl. or a substituted or unsubstituted aryl) or a group -OR 311 (wherein R 31 1 has 
the same meaning as R 304 ); and 

R401 .R405 



I .»< R <o, R106 



Dl — N — ( N 



H2- N_D 2 



3402 v 

R403 R 403 



(XIV) 



R404 



wherein and D 2 each independently represent an azo chromophore, 
20 R 401 , R 402 , R 403 , and R 404 each independently represent a hydrogen atom or a substituted or unsubstituted alkyl, 
R 405 and R 406 each independently represent a hydroxy! group or an amino group, 

R 407 and R 408 each independently represent a hydrogen atom, a halogen atom, or an alkyl, alkoxy, nitro, carboxyl, 
or sulfone group, and 

M represents an alkali metal, ammonium, or an organic amme 



According to a preferred embodiment of the present invention, the cyan ink composition in the ink set comprises a 
phthalocyanine dye or C.I. Direct Blue 1 99 as a colorant 

Further, according to a preferred embodiment of the present invention, the cyan ink composition comprises a dye 
represented by the formula (XV) as a colorant: 



(S03M) k 

Pc ~ (S02NH2)| (xv) 

(SO2NR501(CH2) n R 5 °2)m 



wherein Pc represents a phthalocyanine group coordnated with Cu, Fe. Co. or Ni as a central atom, 
R 501 represents a hydrogen atom or a substituted oc unsubstrtuted alkyl, 

R 502 represents a hydroxyl group, COOH, a substituted phenyl or NR 503 R 504 wherein R 503 represents a hydrogen 
45 atoms or a substituted alkyl and R 504 represents a substituted alkyl or a substituted phenyl, 
M represents an alkali metal, ammonium, or an organic amine, 
k and I are each independently 0 to 1 . 
m is 1 to 4, provided that 2^k + l + m^4, 

n is an integer of 1 to 15, provided that, when R 502 represents a hydroxy! group, n is an integer of 5 to 15. 



Furthermore, according to a preferred embodiment of the present invention, the ink set of the present invention 
comprises any one of the following three black ink compositions 

The first embodiment of the black ink composition is an ink composition comprising at least a first group of dyes 
and a second group of dyes, 

the first group comprising a dye represented by the following formula (I) wherein R 1 is PO(OM) 2 in the nvposition 
to the azo group and a dye represented by the following formula (I) wherein R 1 is COOM in the m-position to the 
azo group, 
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MO3S' 



(I) 



wherein R' represents -PO(OM) 2 or -COOM, X and Y each independently represent a C, 4 alkoxy and M repre- 
sents a cation of a group selected from the group consisting of a hydrogen atom, an alkali metal, ammonia and an 
organic amine; and 

the second group of dyes comprising a dye represented by the following formula (II) and/or a dye represented bv 
the following formula (III): 



Z1— HN— ^ ^| NH— Z2 




(II) 



NR21R22 



23— HN— C— NH— Z4 
II 

O 



(III) 



wherein R 21 and R 22 each independently represent a hydrogen atom or -C^CH Z 1 . Z 2 Z 3 and Z 4 each inde- 
pendently represent a group represented by the following formula (IV) or (V): 
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S0 3 M 




wherein R 41 and R 51 each Independently represent a hydrogen atom, a C1.4 alkyl or a alkoxy, A represents - 
SO3M or - COOM, M is as defined above and n is 1 or 2. 

The second embodiment of the black ink composition is an ink composition comprising a dye represented by the 
formula (I) defined above wherein R 1 is in the m-position to the azo group and represents PO(OM) 2 or COOM, and a 
dye represented by the following formula ( VI) : 



OH 




(S03M)n 



wherein M is as defined above; 
misl or 2; and 
nisOor 1. 



The third embodiment of the black ink composition is an ink composition comprising at least a group A of dyes and 
a group B of dyes. 
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the group A of dyes comprising a dye represented by the formula (I) defined above and a dye represented by the 
formula (VI) defined above, 

the group B of dyes being the second group of dyes defined above in connection with the first embodiment of the 
black ink composition. 

5 

DETAILED DESCRIPTION OF THE INVENTION 

The ink composition according to the present invention is used in recording methods using an ink composition. 
Recording methods using an ink composition include, for example, ink jet recording, recording using a writing material! 

10 such as a pen. and other various printing methods, such as a recorder and a pen plotter. In particular, the ink compo- 
sition according to the present invention is suitable for use in the ink jet recording system. Inkjet recording methods 
usable herein include ejection of liquid droplets by taking advantage of oscillation of piezoelectric device, a method uti- 
lizing heat energy, and other various ink jet recording methods which are currently known or will be known. After print- 
ing, the ink composition according to the present invention may be dried and fixed by suitable heat fixation means (for 

is example, hot air. heating roll or plate, infrared rays). 

The term 'color printing," particularly 'color ink jet r ecofd.ng method." refers to a printing method which forms a 
color image using a plurality of ink compositions, more specifically refers to a recording method wherein an ink set com- 
prising a combination of a magenta ink composition, a yellow ink composition, and a cyan ink composition is used to 
print three colors of magenta, yellow, and cyan, followed by overprinting of any two of these three colors to form red. 

20 green, and blue. In the method, black is formed by over printing the three colors or by using a black ink. 

Yellow ink compQc^iftn 
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The yellow ink composition according to the present invention comprises, as a dye. a dye represented by the for- 
mula (XI) and a dye represented by the formula (XII). The use of a combination of the two dyes realizes a sharp yellow 
color and an image having excellent light fastness and waterfastness The ink composition using the dyes in combina- 
tion can effectively prevent dogging of nozzles, in ink jet recordng Further, an image printed by the ink composition 
using the above dyes in combination is stable during storage and does not cause such an unfavorable phenomenon 
that, due to the moisture in the environment, the dye bleeds in the printed image, causing the image to be blurred. 

The amount of each of the dyes added may be suitably determined in such an amount range as will provide the 
effect of the present invention. For example, it is preferably about 0 3 to 2.0% by weight, more preferably about 0.5 to 
1 .5 % by weight. The dye represented by the formula (XI) may be used as a mixture of two or more dyes represented 
by the formula (XI), and the same is true of the dye represented by the formula (XII). 

In the formula (XI). at least one hydrogen atom on phenyl or naphthyl represented by R 101 and R 102 may be option- 
ally substituted. Examples of the substituent include a hydroxy! group. S0 3 M, and COOM wherein M is as defined 
below. 

The alkyl and alkoxy represented by R 103 and R 104 are. tor example. C,. 4 , preferably C v2 alkyt and alkoxy. 

In the formula (XI), alkali metals represented by M include, lor example, lithium, sodium, and potassium. Organic 
amines represented by M include, for example, mono-. d»-. or tn-tower alkyl-substituted (preferably, alkyl-substi- 
tuted) amine, allylamine. morpholine. and piperidine. More specific examples thereof include methylamine, dimethyl- 
amine. trimethylamine. ethylamine. diethylamine. tri ethyl amme. propylamine, isopropylamine. dipropylamine, 
diisopropylamine. butylamine. isobutylamine. sec-butyl amne. ten-toutytamine. and dibutylamine. 

In the formula (XII). at least one hydrogen atom on phenyl c* naphthyl represented by R 201 or R 202 may be option- 
ally substituted, and examples of the substituent include those as described above in connection with phenyl or naph- 
thyl represented by R 101 and R 102 . 

The alkyl and alkoxy represented by R 201 and R 202 are. tor example. C 14 . preferably alkyl and alkoxy 

In the formula (XII), M may be as defined above. 

Preferred examples of dyes represented by the formula (I) are as follows. 



50 



55 



S03Na 



CH 3 

-N=N-/J)— NH— ^ i 




NH(C:H40H) 

x ' 



NH 




S03Na 



- S03Na 



(Y-1) 
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N(C2H*OH)2 
COONKj I 

N A N , COONH* 

COONhJ ^COONH* 



(Y-2) 



70 



Preferred examples of dyes represented by the formula (XII) are as follows. 

15 

NH 2 

COONH4 I 

\_ _ A .COONH4 

20 0H ^_)~ N=N ~^_J^~ W ^N'^~ NH ~f"^N=N-/^y^ (Y-3) 




35 



40 



SOjNd 



S03Na 





(Y-5) 



S03Na 



45 




COONK* CH3 
N =N 



NH 



CH3' COONH4 



6) 



COONH4 



so 



The ink composition according to the present invention basically comprises the above dyes, water, and a water-sol- 
55 uble organic solvent. 

The water-soluble organic solvent is preferably a water-soluble, high-boiling, low-volatile organic solvent. Specific 
examples of preferred water-soluble, high-boiling, low-volatile, organic solvents include: alkylene glycols with the 
alkylene group having 2 to 6 carbon atoms, such as ethylene glycol, diethylene glycol. Methylene glycol, and propylene 
glycol; glycerin; polyalkylene glycols such as polyethylene glycol and polypropylene glycol; polyhydric alcohol lower 
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monoalkyl ethers such as ethylene glycol monomethyl (or ethyl) ether, dlethylene glycol monomethyl (or ethyl) ether 
and Methylene glycol monomethyl (or ethyl) ether; and polyhydric alcohol lower dialkyl ethers such as Methylene glycol 
dimethyl (or ethyl) ether. The amount of these water-soluble, low-boiling, low-volatile solvent added may be suitably 
determined. For example, it is preferably in the range of from 15 to 35% by weight. This is because these solvents left 

5 on a printed image often absorb moisture, causative of bleed during storage. 

Other organic solvents which may be added to the yellow ink composition according to the present invention 
include: amides such as dimethylformamide and dimethylacetamide; ketones or ketone alcohols such as acetone and 
diacetone alcohol; ethers such as tetrahydrofuran and dioxane; alkyl alcohols having 1 to 5 carbon atoms such as 
methyl alcohol, ethyl alcohol, n-propyl alcohol, and n-butyl alcohol; and sulfolane. pyrrolidone. N-methyl-2-imidazolidi- 

10 none, and 1 ,5-pentanediol. These organic solvents may be used alone or as a mixture of two or more. Further, they may 
be used in combination with the water-soluble, high-boiling, low-volatile solvent. 

The yellow ink composition according to the present invention may further comprise a polyhydric alcohol lower alkyl 
ether. Preferred examples of polyhydric alcohol lower alkyl ethers usable herein include mono-, di-, and tri-ethylene gly- 
col C,. 6 alkyl ether and mono-, di-. and tri-propylene glycol Ci_ 6 alkyl ether, and more preferred examples thereof 

is include Methylene glycol monobutyl ether, diethylene glycol monobutyl ether, Methylene glycol monoethyl ether, Meth- 
ylene glycol monomethyl ether, and propylene glycol monobutyl ether. Among them, diethylene glycol monobutyl ether 
is most preferred. The amount of the polyhydric alcohol lower alkyl ether may be suitably determined. For example it is 
preferably about 5 to 1 5% by weight. 

The ink composition according to the present invention may further comprise an acetylene glycol represented by 

20 the following formula: , , 



R1 


R2 


_c c===c- 


I 

— C 


I 

0 

CH2 

I 


I 

0 

CH2 

I 


CH2 

<!) 


CH2 

I 


H 


H 



wherein R 1 , R 2 , R 3 and R 4 each independently represent a alkyl and n + m is 0 to 30. 

45 

Specific examples of more preferred acetylene glycol represented by the above formula include those listed in the 
following formula. 



No. 


R 1 


R2 


R3 


R 4 


n + m 


1 


iso-Butyl 


Methyl 


Methyl 


iso-Butyl 


10 


2 


iso-Butyl 


Methyl 


Methyl 


iso-Butyl 


3.5 


3 


Ethyl 


Methyl 


Methyl 


Ethyl 


10 


4 


Methyl 


Methyl 


Methyl 


Methyl 


0 


5 


Ethyl 


Methyl 


Methyl 


Ethyl 


0 


6 


iso-Butyl 


Methyl 


Methyl 


iso-Butyl 


0 
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Among them, acetylene glycols of Nos. 1 and 6 are particularly preferred. 

Commercially available acetylene glycols may also be utilized, and examples thereof include Surfynol 82, 104, 440. 
465, and TG (OHine STG) (manufacturer: Air Products and Chemicals, Inc., selling agency: Nissin Chemical Industry 
Co.. Ltd.). 

The amount of the acetylene glycol may be suitably determined. For example, it is preferably about 0.3 to 1 .8% by 
weight. 

According to a preferred embodiment of the present invention, the acetylene glycol is used in combination with the 
polyhydric alcohol lower alkyl ether. This combined use enables the ink composition deposited onto a recording medium 
to quickly permeate into the recording medium, effectively preventing a deterioration in the print quality attributable to 
color-to-color mixing, between adjacent dots, which is a problem often found in color ink jet recording. 

Further, according to a preferred embodiment, in the yellow ink composition according to the present invention, 
when the dyes represented by the formulae (XI) and (XII) have a group COOM, at least two components selected from 
the group consisting of (a) an amine having a boiling point of -40°C to 90°C, (b) an amine having a boiling point of 90°C 
or above, and (c) an inorganic base may be contained in the ink composition. The addition of these components can 
realize the prevention of nozzles from being clogged and the waterfastness of the printed image on a higher level. The 
total amount of these components added is preferably about 0.1 to 5 % by weight, more preferably about 0.5 to 2 % by 
weight. According to a preferred embodiment, the ink composition with these components added thereto is preferably 
adjusted to pH 8.5-11. / 

Specific examples of preferred amines (a) having a boiling point of -40°C to 90°C include ammonium, methylamine, 
dimethylamine, trimethylamine. ethylamine, diethylamine. triethylamine, propylamine, isopropylamine, diisopro- 
pylamine, butylamine, and isobutylamine. Specific examples of preferred amines (b) having a boiling point of 90°C or 
above include monoethanolamine, diethanol amine, triethanolamine, 2-dimethylaminoethanol, morpholine, aminometh- 
ylpropanol. monoisopropylamine, dipropylamine, and butylamine. Examples of inorganic bases (c) usable herein 
include potassium hydroxide, sodium hydroxide, and lithium hydroxide. 

Further, the yellow ink composition according to the present invention may further comprise additional additives for 
improving various properties. Examples of additives usable herein include those, added for modification of various 
property values, such as viscosity, surface tension, pH, and specific resistance, and preservative and antimold pur- 
poses, such as anionic surfactants such as salts of fatty acids, salts of alkylsulfate esters, alkylbenzenesulfonic acids, 
and alkylnaphthalenesulfonates; nonionic surfactants such as acetylene glycol, polyoxyethylene alkylphenyl ethers! 
polyoxyethylene alkylphenyl ether, polyoxyethylene fatty acid esters, and sorbitan fatty acid esters; naturally occurring 
or synthetic polymeric materials such as celluloses, polyvinyl pyrrolidone, polyvinyl alcohol, and water-soluble resins; 
amines such as diethanolamines and triethanolamines; inorganic salts such as lithium chloride, ammonium chloride,' 
and sodium chloride; and benzotriazole. 

The yellow ink composition according to the present invention may be prepared by a conventional method. For 
example, necessary ingredients are thoroughly mixed together and dissolved in one another, the solution is filtered 
through a membrane filter having a pore diameter of 0.8 urn and deaerated by means of a vacuum pump to prepare an 
ink. 

Maoenta ink composition 

The magenta ink composition according to the present invention comprises at least one member selected from the 
group consisting of a dye represented by the general formula (XIII), a dye represented by the genera! formula (XIV), C.I. 
Reactive Red ; 147, and C.I. Reactive Red 180. The ink composition comprising these dyes can sharply reproduce 
magenta and. at the same time, can realize an image having excellent light fastness and waterfastness. The magenta 
ink composition according to the present invention can effectively prevent clogging of nozzles in ink jet recording. Fur- 
ther, an image printed by the magenta ink composition of the present invention is stable during storage and does not 
cause such an unfavorable phenomenon that the dye, due to moisture in the environment, bleeds in the printed image 
resulting in blurred image. 

According to a preferred embodiment of the present invention, the dyes may be added in combination of two or 
more. 

In the magenta ink composition according to the present invention, the amount of the dye added may be suitably 
determined in such an amount range as will provide the effect of the present invention. For example, it is preferably 
about 0.3 to 4.0% by weight, more preferably about 1 .0 to 3.0% by weight. 

In the formula (XIII), the C^g alkyl represented by R 301 . R 302 . and R 303 is preferably a C v4 alkyl. At least one hydro- 
gen atom on the alkyl may be optionally substituted, and examples of the substftuent include halogen atoms and amino 
groups. At least one hydrogen atom on the amino group may be optionally substituted by a C^ alkyl. Specific examples 
of the d.g alkyl represented by R 301 , R 302 , and R 303 include methyl, ethyl, n-propyl, isopropyl, n-butyl, trifluoromethyl, 
and dimethylaminomethyl. 
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In the formula (XIII), the C 1 . 9 alkoxy represented by R 301 , R 302 . and R 303 is preferably a alkoxy Specific exam- 
ples of the alkoxy group include methoxy, isopropoxy, and n-butoxy. 

In the formula (XIII), at least one hydrogen atom on the carbamoyl represented by R 301 , R 302 , and R 303 may be 
optionally substituted, and examples of the substituent include lower alkyls and aryls (preferably phenyl and naphthyl 
groups). Specific examples of the substituted carbamoyl group include N,N-dimethylcarbamoyl and phenylcarbamoyl. 

In the formula (XIII), at least one hydrogen atom on the sulfamoyl represented by R 301 , R 302 , and R 303 may be 
optionally substituted, and examples of the substituent include lower alkyls and aryls (preferably phenyl and naphthyl 
groups). At least one hydrogen atom on the aryi may be optionally substituted, and examples of the substituent include 
carboxyl groups. Specific examples of the substituted sulfamoyl group include N-methylsufamoyl, N-ethylsufamoyl, N- 
ethyl«N-phenylsufamoyl, N,N-dimethylsulfamoyl, and p-carboxylphenylsufamoyl. 

Substituents for the amino represented by R 301 . R 302 . and R 303 include lower alkyls. alkylcarbonyls. car- 
bamoyl, and aryl (preferably phenyl and naphthyl). Specific examples of the substituted amino group include N-methyl- 
amino, carbamoylamino, N.N-dimethylamino. and acetylamino. 

In the group -S0 2 R 307 represented by R 301 . R 302 . and R 303 . R 307 represents an ester forming group, a alkyl. 
or a C 6 . 15 aryl. The term "ester forming group" used herein refers to a group which, together with a sulfonic acid, forms 
an ester. Preferred examples thereof indude lower alkoxyls and aryloxys (preferably phenyloxy and naphthyloxy). Spe- 
cific examples of the group -S0 2 R 3C7 wherein R 307 represents the ester forming group include methoxysulfonyl, pro- 
poxysulfonyl, and phenoxysulfonyi. 

In the group -S0 2 R 307 the C,. 9 alkyl represented by R 307 is preferably a C,. A alkyl. more preferably a alkyl. 
The aryl represented by R 307 is preferably phenyl, tolyl. xylyl, biphenyl, naphthyl, anthryl. or phenanthryl. At least 
one hydrogen atom on the C,_ 9 alkyl or the C 6 . 15 aryl may be optionally substituted, and examples of the substituent 
include hydroxyl and phenyl groups. Speafic examples of the group -S0 2 R 307 wherein R 307 represents the C 1 . 9 alkyl 
or the Cg. 15 aryl include hydroxyethylsulfooyl and benzylsulfonyl. 

In the group -COOM. examples of the alkali metal as the source of the cationic species represented by M include 
lithium, potassium, and sodium. Preferred examples of the amine as the source of the cationic species represented by 
M include ammonia, methylamine. dimethylamne. trimethylamine. ethylamine. diethylamine. triethylamine, pro- 
pylamine, isopropylamine. diisopropylamme. butylamme. isobutylamine. monoethanolamine. diethanolamine. trieth- 
anolamine, 2-dimethylaminoethanol. morpheme, amnomethyl propanol. monoisopropylamine. dipropylamine, and 
dibutylamine. 

In the group -COR 308 represented by R 301 . R 30 ?. and R 303 . R 308 represents an ester forming group. The term 
"ester forming group" used herein refers to a group which, together with a carboxylic acid, forms an ester. Preferred 
examples thereof include lower alkoxys Speof c examples of the group -COR 308 include methoxycarbonyl and propox- 
ycarbonyl. 

In the formula (XIII), the number of m. that is, the number of groups -S0 3 H on the phenyl ring in the formula (XIII), 
is 0, 1. or 2, and, preferably, m represents 1 with the group -S0 3 H being in the ortho position to the azo group. 

In the formula (XIII), the C M8 alkyl represented by R 304 . R 305 , R 309 , R 310 , and R 311 is preferably a C V12 alkyl, 
more preferably a C^ Q alkyl. Part or the whole of the alkyl group may be a cycloalkyl, for example, a cydoalkyl, 
preferably a C^g cycloalkyl. At least one hydrogen atom on the alkyl group may be optionally substituted, and examples 
of the substituent include lower alkyls. carboxyl. mercapto. carbamoyl, and morpholino. Specific examples of substi- 
tuted or unsubstituted C^g alkyls indude ethyl, n-butyi. noctyl. ethylcyclohexyl, hydroxyethyl, carboxypropyl, carboxy- 
cyciohexylmethyl, 1 -carboxy-2-mercaptoethyl. 1 -carboxy-2-carbamoyletnyl. 1 -isopropyl-1 -carboxymethyl, 1 ,2- 
dicarboxypropyl, and morpholinoethyl. 

In the formula (XIII). the C^s alkenyl represented by R 304 . R 305 , and R 311 is preferably a alkenyl. more pref- 
erably a C 2 _ 8 alkenyl. At least one hydrogen atom on the alkenyl group may be optionally substituted, and examples of 
the substituent include C A . Q alkoxys and hydroxy Specific examples of substituted or unsubstituted C 2 . 18 alkenyls 
include 2-methyM-propenyl, vinyls, and allyls 

The aryl represented by R 304 , R 305 . and R 31 1 is preferably a C 5 . 15 aryl. and examples thereof include phenyl, tolyl, 
xylyl, biphenyl, naphthyl, anthryl, and phenanthryl. At least one hydrogen atom on the aryl group may be optionally sub- 
stituted, and examples of the substituent include substituted or unsubstituted C^. s alkyls. C^g alkoxys, halogen atoms, 
hydroxyl, substituted or unsubstituted carbamoyls. substituted or unsubstituted sulfamoyls, substituted or unsubstituted 
aminos, nitro. and a group -S0 2 R 312 (wherein R 3T2 represents an ester forming group), carboxyl. or a group -COR 313 
(wherein R 313 represents an ester forming group). Substituents for substituted Cj.g alkyls. substituted carbamoyls, sub- 
stituted sulfamoyls. and substituted aminos include those as described above in connection with the substituted C^.g 
alkyl. the substituted carbamoyls. the substituted sulfamoyls. and the substituted aminos represented by R 301 . R 302 . 
and R 303 However, it should be noted that the substituent for sulfamoyl is preferably a C 4 . 9 alkyl group rather than the 
lower alkyl group for sulfamoyl represented by R 301 , R 302 , and R 303 Examples of ester forming groups represented by 
R 312 and R 313 in -S0 2 R 312 and -COR 313 include those described above in connection with the ester forming groups 
represented by R 307 and R 308 in -S0 2 R 307 and -COR 308 which are represented by R 301 , R 302 , and R 303 . Regarding 
the ester forming group represented by R 313 , C^g alkoxys are preferred rather than the lower alkoxys represented by 
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R 307 

Specific examples of substituted or unsubstituted aryls include 3.4-dicarboxyphenyl, 4-butylphenyl, and 4- 
carboxyphenyl. 

The aralkyl represented by R 304 , R 305 , and R 306 is preferably a C7.15 aryl. and examples thereof include benzyl, 

5 phenylethyl, methylbenzyl. and naphthylmethyi. At least one hydrogen atom on the aryl may be optionally substituted! 
and examples of the substituent include carbqxyl and hydroxyl groups. Specific examples of substituted or unsubsti- 
tuted C 7 . 15 aryls include 1-carbonyl-2-phenylethyl, 1-carboxy-2-hydroxyphenylethyl, and 4-carboxybenzyl. 

The alicyclic group represented by R 304 , R 305 , and R 306 is preferably a C 6 . 15 cycloalkyl. At least one hydrogen 
atom on the alicyclic group may be optionally substituted, and specific examples of the substituent include carboxyl. 

70 Specific examples of substituted or unsubstituted alicyclic groups include cyclohexyl and 4-carboxycyclohexyl. 

The heterocyclic group represented by R 304 , R 305 , and R 306 is preferably a five- to twelve-membered heteroaro- 
matic ring or heterosaturated ring containing at least one hetero atom selected from nitrogen, oxygen, and sulfur atoms. 
The heteroaromatic ring and the heterosaturated ring may optionally condense with other ring(s) (for example, a ben- 
zene ring) to form a condensed ring. Preferable examples of the heteroaromatic ring include five- or six-membered het- 

15 eroaromatic rings containing one or two nitrogen atoms (for example, pyrrolyl, pyridyl, imidazolyl, pyrazolyl, pyrazinyl, 
pyrimidinyl. and pyridazinyl), five- or six-membered heteroaromatic rings containing one or two nitrogen atoms and. fur- 
ther, one sulfur atom (for example, thiazolyl and thiadiazolyl), and five- or six-membered heteroaromatic rings contain- 
ing one or two nitrogen atoms (for example, pyrrolidinyl, piperidino, piperidyl, and pyperidinyl). At least one hydrogen 
atom on these rings may be optionally substituted, and examples of the substituent include lower alkyls. Specific exam- 

20 pies of substituted or unsubstituted heterocyclic groups include pyridyl, thiadiazolyl, benzothiazolyl, and 2,2,6,6-tetram- 
ethylpiperidinyt. 

A further group of dyes represented by the formula (XIII) which may be preferably used in the present invention 
include a group of dyes wherein m is 0 with at least one of R 301 . R 302 t and R 303 being a hydrogen atom, or at least one 
of R 301 , R 302 , and R 303 is a halogen-substituted alkyl group (most preferably a trifluorom ethyl group), a substituted or 
25 unsubstituted carbamoyl, a substituted or unsubstituted sulfamoyl, a group -SC^R 307 (wherein R 307 represents a lower 
alkoxy), a group -COOH, or a group - COR 308 (wherein R 308 represents a lower alkoxy). Further, dyes are preferred 
wherein these substituents are in the ortho position to the azo group. 

A further group of dyes represented by the formula (XIII) which may be preferably used in the present invention 
include a group of dyes wherein the benzene ring in the formula (XIII) is a 2-carboxyphenyl group. 
30 A further group of dyes represented by the formula (XIII) which may be preferably used in the present invention 
include a group of dyes wherein at least one of R 304 , R 305 , and R 306 is a group selected from C^ B alkyl, C 2 . 18 alkenyl, 
aryl, aralkyl, alicyclic, and heterocyclic groups and. at the same time, 1 to 4 carboxyl groups are present as a substitu- 
ent. A more preferred group of dyes include a group of dyes wherein any one of R 304 and R 306 is a hydrogen atom with 
the other being a group selected from C^s alkyl, C 2 -18 alkenyl. aryl, aralkyl, alicyclic, and heterocyclic groups and. at 
35 the same time, 1 to 4 carboxyl groups are present as a substituent. 

A further group of dyes represented by the formula (XIII) which may be preferably used in the present invention 
include a group of dyes wherein R 304 and R 305 each independently represent a mono-, di-, or tri-substituted phenyl 
group with the substituent being a substituted or unsubstituted C^g alkyl, a C,^ alkoxy, a halogen atom, hydroxyl. a 
substituted or unsubstituted carbamoyl, a substituted or unsubstituted sulfamoyl, a substituted or unsubstituted amino, 
<o nitro, or a group -SO2R 312 . carboxyl, or a group -COR 313 . 

A further group of dyes represented by the formula (XIII) which may be preferably used in the present invention 
include a group of dyes wherein R 304 and R 305 each independently represent a mono-, di-, or tri-substituted phenyl 
group with the substituent being carboxyl, carbamoyl, an optionally alkyl -substituted sulfamoyl, or a group -COR 313 
(wherein R 313 represents a alkoxy). Among this group of dyes, more preferred are dyes wherein at least one of 
45 R 304 and R 305 is a mono-, di-. or tri-carboxy substituted phenyl. 

A further group of dyes represented by the formula (XIII) which may be preferably used in the present invention 
include a group of dyes wherein R 304 and R 305 each independently represent a mono-, di-, or tri-substituted phenyl 
group with the substituent being a straight-chain C 4 . 12 alkyl. amino, carbamoyl, an optionally C 4 . 9 alkyl mono- or di-sub- 
stituted sulfamoyl, or a group -COR 313 (wherein R 313 represents a C 5 - 9 alkoxy). Among this group of dyes, more pre- 
50 ferred are dyes wherein at least one of R 304 and R 305 is carboxyl, and further preferred are dyes wherein at least one 
of R 304 and R 305 is a mono-, di-. or tri-C^s alkyl-substituted phenyl. 

A further group of dyes represented by the formula (XIII) which may be preferably used in the present invention 
include a group of dyes wherein R 306 represents a hydrogen atom. 

In the present invention, two groups -S0 3 H*s on the naphthyl ring in the formula (XIII) are preferably at the 3.5- or 
55 3.6-position. 

A preferred embodiment of the present invention, the total number of groups -S0 3 H and -COOH (including those 
in the form of a salt or an ester) in the dye represented by the formula (Xlll)is preferably up to 6. more preferably up to 
5, and most preferably up to 4. 

In the present invention, dyes represented by the formula (XIII) may be used in either a free form or a salt form. 
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Examples of salts of dyes represented by the formula (XIII) include salts of alkali metals (for example, sodium, lithium, 
and potassium), salts of alkyl or hydroxyalkyl (generally lower alkyl or hydroxy lower alkyl) substituted (primary, second- 
ary, tertiary, and quaternary) ammoniums, and salts of organic amines, such as alkyl or hydroxylalkyl (generally lower 
alkyl or hydroxy lower alkyl) amines, carboxy substituted alkyl (generally carboxy substituted lower alkyl) amines, and 
polyamines containing 2 to 10 C 2 . 4 alkyleneimino units. The dyes represented by the formula (XIII) may be used as a 
single salt or a mixture of a plurality of salts. Further, in the dyes represented by the formula (XIII), part of acid groups 
may be in a salt form with the other acid groups being in a free acid form. 

Specific examples of most preferred dyes represented by the formula (XIII) which may be used in the present inven- 
tion include the following dyes. 
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The dyes represented by the formula (XII I) are known in the art and may be synthesized by a process described in 
EP-682 088A1. 

Specific examples of preferred dyes repf esented by the formula (XIII) are as follows. 
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Specific examples of preferred dyes represented by the formula (XII) are as follows. 
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Further, in the formula (XIV), examples of aio chromophores represented by D 1 and D 2 include groups repre- 
sented by the formula: 
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wherein R* 1 and R* 2 represent -S0 3 M or -COOM, M is as defined above and p and q are 0, 1 or 2. 

The alkyl represented by R 401 , R 402 . R 403 . and R 404 has pieferably 1 to 9 carbon atoms, more preferably 1 to 4 
carbon atoms. At least one hydrogen atom on the alkyl may be optionally substituted, and examples of the substituent 
45 include halogen atoms, a hydroxyl group, cyano, carboxyl. and C, : 6 alkoxys. 

The alkyl represented by R 407 and R 403 is preferably aC, 9 alkyl. more preferably a C^ alkyl. 
In the formula (XIV), M is as defined above. 

C.I. Reactive Red 147 or C.I. Reactive Red 180 may be utilized as the colorant of the magenta ink conposition 
according to the present invention. 

so The magenta ink composition according to the present invention basically comprises the above dye, water, and a 
water-soluble organic solvent. 

Water-soluble organic solvents usable herein include those as described above in connection with the yellow ink 
composition. The amount of the water-soluble organic solvent added may be the same as that described above in con- 
nection with the yellow ink composition. 

55 According to a preferred embodiment of the present invention, the magenta ink composition according to the 
present invention preferably contains at least one solvent, wt*ch is hygroscopic and solid at room temperature, selected 
from urea, trimethylolpropane, and trimethylolethane. The addition of these solvents is very effective in preventing noz- 
zles being clogged with the dye. The amount of such solvents added is preferably about 2 to 20 % by weight, more pref- 
erably 5 to 10 % by weight. 
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In the magenta ink composition according to the present invention, other organic solvent components as described 
above in connection with the yellow ink composition may be added. The amount of such organic solvent components 
added may be the same as that described above in connection with the yellow ink composition. 

As with the yellow ink composition, the magenta ink composition according to the present invention may further 
compr.se a polyhydric alcohol lower alky! ether. Preferred examples of polyhydric alcohol lower alkyt ethers usable 
herein include those as described above in connection with the yellow ink composition. The amount of such polyhydric 
alcohol lower alkyt ethers added may be the same as that described above in connection with the yellow ink composi- 
tion. 

Further, the magenta ink composition according to the present invention may contain an acetylene glycol repre- 
sented by the above formula. Preferred examples and the amount of such acetylene glycol may be the same as those 
described above in connection with the yellow ink composition. 

As with the yellow ink composition, the magenta ink composition according to the present invention can enjoy an 
advantage offered by the combination of the polyhydric alcohol lower alkyt ether with the acetylene glycol This com- 
bmed use enables the ink composition deposited onto a recording medium to quickly permeate into the recording 
medium, effectively preventing a deterioration in the print quality attributable to color-to-color mixing, between adjacent 
dots, which is a problem often found in color ink jet recording. 

Also in the magenta ink composition according to the present invention, when the dyes represented by the formulae 
(XIII) and (XIV) have a group COOM, at least two components selected from the group consisting of (a) an amine hav- 
ing a boiling point of -40'C to 90°C. (b) an amine having a boiling point of 90°C or above, and (c) an inorganic base may 
be contained in the ink composition. The addition of these components can realize the prevention of nozzles from being 
clogged and the waterfastness of the printed image on a higher level. The amount of these components and the pH of 
the ink composition may be the same as those described above in connection with the yellow ink composition. 

As with the yellow ink composition, the magenta ink composition according to the present invention also may con- 
tain additional additives for improving various properties. Specific examples of preferred additives may include those as 
described above in connection with the yellow ink composition. 

The magenta ink composition according to the present invention may be prepared by a conventional method For 
example, necessary ingredients are thoroughly mixed together and dissolved in one another, and the solution is filtered 
through a membrane filter having a pore diameter of 0.8 Mm and deaerated by means of a vacuum pump to prepare an 

Color ink set 

The color ink set according to the present invention comprises a yellow ink composition, a magenta ink composi- 
tion, and a cyan ink composition. The yellow ink composition and the magenta ink composition used herein are respec- 
tively the above-described yellow and magenta ink compositions according to the present invention. 

Cyan ink co mposition preferably used in ink set 

A cyan ink composition, which, when used in combination with the above yellow and magenta ink compositions 
according to the present invention, can realize a good image comprises a phthalocyanine dye or C. I. Direct Blue 1 99 as 
a colorant. The use of a cyan ink composition, containing the above cyan dye. in combination with the above yellow and 
magenta ink compositions offers good tone reproduction in each ink and, at the same time, when the yellow, magenta, 
and cyan inks are overprinted to form red, green, blue, and black, offers very good tone reproduction. 

According to a preferred embodiment, the phthalocyanine dye is preferably one represented by the formula (XV) 
In the formula (XV). the alkyl represented by R 501 is preferably a alkyl. The substituted alkyl represented by 
R is preferably a C M alkyl. and examples of the substituent include hydroxyl and carboxyl groups. Further the sub- 
stituted alkyl represented by R 504 is preferably a C,_ A alkyl, and examples of the substituent include hydroxyl and car- 
boxyl groups. Examples of the substituent in the substituted phenyl represented by R 502 and R 504 include hydroxyl and 
carboxyl groups. 

In the formula, M is as defined above; k and I are each independently 0 to 1, m is 1 to 4, provided that 
2sk+l + m<;4;nisan integer of 0 to 1 5. provided that, when R 502 represents a hydroxyl group, n is an integer of 5 
to 15. 

Specific examples of dyes represented by the formula (XV) are as follows. 
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The content of the above dye in the cyan ink compos/ton * preferably about 1 .5 to 6.0% by weight more preferably 
2.5 to 4.5% by weight. r 7 

The cyan ink composition basically comprises the above dye, water, and a water-soluble organic solvent. 

Water-soluble organic solvents usable herein include those as described above in connection with the yellow ink 
composition. The amount of the water-soluble organic sorvem added may be the same as that described above in con- 
nection with the yellow ink composition. 

Also in the cyan ink composition, other organic solvent aynponents as described above in connection with the yel- 
low ink composition may be added. The amount of such organic solvent components added may be the same as that 
descnbed above in connection with the yellow ink composition As with the yellow ink composition, the cyan ink compo- 
sition may further comprise a polyhydric alcohol lower alkyl ether Preferred examples of polyhydric alcohol lower alkyl 
ethers usable herein include those as described above in connection with the yellow ink composition. The amount of 
such polyhydric alcohol lower alkyl ethers added may be the same as that described above in connection with the yel- 
low ink composition. 

Further, the cyan ink composition may contain an acetylene glycol represented by the above formula. Preferred 
examples and the amount of such acetylene glycol may be the same as those described above in connection with the 
yellow ink composition. 

As with the yellow ink composition, the cyan ink composnon can enjoy an advantage offered by the combination of 
the polyhydric alcohol lower alkyl ether with the acetylene glycol. This combined use enables the ink composition 
deposited onto a recording medium to quickly permeate into the recording medium, effectively preventing a deteriora- 
tion in the print quality attributable to color-to-color mixing, between adjacent dots, which is a problem often found in 
color ink jet recording. 

Also in the cyan ink composition, when the dyes represented by the formulae (XIII) and (XIV) have a group COOM, 
at least two components selected from the group consisting of (a) an amine having a boiling point of -40°C to 90°C (b) 
an amine having a boiling point of 90°C or above, and (c) an morgan* base may be contained in the ink composition. 
The addition of these components can realize the prevention of nozzles from being clogged and the waterfastness of 
the printed image on a higher level. The amount of these components and the pH of the ink conposrtion may be the 
same as those described above in connection with the yellow ink composition. 

As with the yellow ink composition, the cyan ink composition also may contain additional additives for improving 
various properties. Specific examples of preferred additives may include those as described above in connection with 
the yellow ink composition. 

The cyan ink composition may be prepared by a conventional method. For example, necessary ingredients are 
thoroughly mixed together and dissolved in one another, the solution is filtered through a membrane filter having a pore 
diameter of 0.8 \im and deaerated by means of a vacuum pump to prepare an ink. 

Black ink composition preferably used in ink set 

According to a preferred embodiment of the present invention, biack ink compositions, which may be preferably 
used in combination with the yellow and magenta ink compositions according to the present invention, include the fol- 
lowing three black ink compositions. The utilization of these biack ink compositions can realize a good color image even 
on plain paper. Further, it can effectively prevent bleed attributable to color-to-color mixing in the region of boundary 
between colors, i.e.. color bleed. 
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Rrst embodiment of blank ink composition 

The first embodiment of the black ink composition comprises a first group of dyes and a second group of dyes. 

A combination of these two groups of dyes results in faithful reproduction of black color and, at the same time, real- 
izes waterfast prints. Further, it enables black color to be faithfully reproduced on paper, called "plain paper," used in 
offices, schools, and households, such as copying paper, memo pad, bond paper, letter paper, postcards, and voucher 
paper, and. at the same time, can realize waterfast prints. 

The ratio of the first group of dyes to the second group of dyes in the ink composition may be suitably determined 
in such a range as will offer the above advantages. For example, the weight ratio of the first group of dyes to the second 
group of dyes in the ink composition is preferably in the range of from 1 : 0.1 to 1 : 0.5. 

The amount of the dyes added to the ink composition also may be suitably determined in such an amount range as 
will offer the above advantages. For example, it is preferably about 1 to 25 % by weight, more preferably about 2 to 10 
% by weight. 

The first group of dyes are dyes represented by the formula (I) and comprises a dye wherein R 1 is in the m-position 
to the azo group and represents PO(OM) : and a dye wherein R 1 is in the m-position to the azo group and represents 
COOM. 

In the formula (I), the alkoxy represented by X and Y is preferably a methoxy, ethoxy. or butoxy group. 

Alkali metals represented by M in the formula (I) include, for example, lithium, sodium, and potassium. Organic 
amines represented by M include, tor example, mono-, di-. or tri-lower alkyt-substituted (preferably, C V4 alkyl-substi- 
tuted) amine, allylamine. morpholme. and ptperdine More specific examples thereof include methylamine, dimethyl- 
amine, tri methylamine, ethylamme, diethylarmne. triethylamjne. propylamine, isopropylamine. dipropylamine, 
diisopropylamine, butylamine. isobutylarmne. sec-butylamine. tert-butylamine, and dibutylamine. 

According to a preferred embodiment of the present invention, the composition of the first group of dyes is such 
that, as analyzed by liquid chromatography, the area ratio of the peak area Sp of the dye represented by the formula (I) 
with R 1 being in the m-position to the azo group and representing PO(OM) 2 to the peak area Sc of the dye represented 
by the formula (I) with R 1 being in the m-position to the azo group and representing COOM. Sp : Sc. is in the range of 
from 1 : 0.6 to 1 : 1 .5. The use of the above frst group of dyes can realize an ink composition having excellent storage 
stability. More specifically, an ink compositwn free from precipitation of insolubles can be provided. 

The dye. constituting the first group ot dyes represented by the formula (I) with R 1 being in the m-position to the 
azo group and representing PO(OM) ? may be a disaro dyes having a phosphoric acid group, embraced in a group of 
dyes disclosed in Japanese Patent Publication No 80956/1993. Since this dye has a phosphoric acid group in its struc- 
ture, it has a high capability of dying ceiutose f fcers such as paper and. at the same time, excellent waterfastness. Fur- 
ther, this dye possesses excellent solutxlity n an aqueous liquid medium because it has a water-soluble acid group 
such as a sulfonic acid group. The soJubdity m water vanes depending upon pH of the aqueous medium. However, good 
solubility is provided in pH 7.5-1 1 . preferably pH 8 5-10. and the dye is sparingly soluble in pH on the acid side. This 
dye can be synthesized, for example, by the following method. Specifically, m-aminobenzenephosphonic acid is diazo- 
tated by a conventional method and subjected to coupling with 2.5-di-C!^ alkoxy-substituted aniline to give a monoazo 
compound having an amino group The monoazo compound, after isolation or as such, is diazotated by a conventional 
method and subjected to coupling with y ac«J (2*amno-8*naphthol-6-sulfonic acid) to give the contemplated dye. 

The dye, constituting the second group ot dyes, represented by the formula (I) with R 1 being in the m-position to 
the azo group and representing COOM may be a diazo dye. having a carboxylic acid group, disclosed in Japanese Pat- 
ent Laid-Open Nos. 262998/1993 and 125318/1993 S<nce this dye has a carboxylic acid group in its structure, it has 
good waterfastness. Further, since this dye has a water-soluble acid group, such as a sulfonic acid group, it dissolves 
as an alkali metal salt or an ammonium salt in an aqueous liquid medium. It is insoluble when the pH of the aqueous 
liquid medium is not more than 6. Good solubility is provided in pH 8.0-10. This dye can be synthesized, for example, 
by the following method. Specifically, m-ammobenzenecarboxylic acid is diazotated by a conventional method and sub- 
jected to coupling with 2,5-di-C 1 . 4 alkoxy-substrtuted aniline to give a monoazo compound having an amino group. The 
monoazo compound, after isolation or as such, is diazotated by a conventional method and subjected to coupling with 
y a cid {2-amino-8-naphthol-6-sulfonic acid) to give the contemplated dye. 

Specific examples of dyes represented by the formula (I) with R 1 being in the m-position to the azo group and rep- 
resenting PO(OM) 2 and dyes represented by the formula (I) with R 1 being in the m-position to the azo group and rep- 
resenting COOM, which may be preferably used in the present invention, are as follows. 
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The above two dyes constituting the first group of dyes may be separately synthesized and then mixed with each 
other. Alternatively, they may be simultaneously synthesized as a mixture. Such simultaneous synthesis may be per- 
formed, for example, by the following scheme. 
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30 In the step (i), m-aminobenzenephosphonic acid and m-aminobenzenecarboxylic acid in the form of a mixed amine 
are simultaneously diazotated at a temperature of, for example, 0 to 5°C Then, in the step (ii), the diazotated com- 
pounds are then subjected to a coupling reaction with 2,5-dialkoxy-substituted aniline, for example, at a temperature of 
0 to 5°C and pH 0.5 to 3.5. In the step (iii), the resultant monoazo compounds are diazotated, for example, at a temper- 
ature of 25 to 35°C and then subjected to a coupling reaction with y acid (2-amino-8-naphthol-6-sulfonic acid) at a tern- 

35 perature of 5 to 1 5°C and pH 9 to 1 0. 

The second group of dyes used in the first embodiment of the black ink composition comprise a dye represented 
by the formula (II) and/or a dye represented by the formula (III). 

The dyes belonging to the second group of dyes are known in the art and described, for example, in Japanese Pat- 
ent Laid-open No. 233975^1992 and Color Index (THE SOCIETY OF DYES AND COLOURISTS). 

<o Specific examples of dyes which are embraced in the second group of dyes and may be preferably used in the 
present invention are as follows. 
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According to a preferred embodiment of the present invention, M in the formula (I) represents a cation of a volatile 
compound with M in the formula (II) and/or (III) being a cation of an alkali metal. This combination is preferred from the 
viewpoints of waterfastness of the printed image and prevention of clogging of nozzles. Volatile compounds usable 
herein include ammonium, methylarnine, dimethylamine. trimethylamine, ethylamine, diethylamine, triethylamine, pro- 
pylamine, isopropylamine. dipropylaminc, diisopropylamine. butylamine, isobutylamine, sec-butyfamine, tert- 
butylamine, dibutyiamine, allylamine, morpholine, piperidine, and mixtures thereof. 

The first embodiment of the black ink composition basically comprises the above groups of dyes, water, and an 
organic solvent. 

According to a preferred embodiment of the present invention, a nitrogen-containing cyclic compound and a poly- 
hydric alcohol as the organic solvent are used in combination with the above group of dyes. 

The addition of the nitrogen-containing cyclic compound can stabilize the dissolution of the dyes and, at the same 
time, can prevent clogging of nozzles, resulting in stable printing. Further, it advantageously aids the color development 
of the dyes and improves the waterfastness of the printed image. The amount of the nitrogen-containing cyclic com- 
pound added is preferably about 1 to 30% by weight, more preferably 3 to 20% by weight. Specific examples of nitro- 
gen-containing cyclic compounds usable herein include 1 ,3-dimethyt-2-imidazolidinone, 2-pyrrolidone, N-methyl-2- 
pyrrolidone. e-caprolactam. and mixtures thereof. 

The addition of the polyhydric alcohol offers an advantage that clogging of nozzles can be more effectively pre- 
vented. The amount of the polyhydric alcohol added is preferably about 1 to 30% by weight, more preferably 3 to 20% 
by weight. Specific examples of polyhydric alcohols usable herein include ethylene glycol, diethylene glycol, triethylene 
glycol, polyethylene glycol, propylene glycol. 1 ,3-propanediol. 1 ,5-pentanediol, 1 ,2,6-hexanetriol, glycerin, and mixtures 
thereof. 
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Preferably, the first embodiment of the black ink composition comprises a nonionic acetylene glycol surfactant. The 
addition of nonionic acetylene glycol surfactant can advantageously offer quick fixation (penetration) of the ink and, at 
the same time, enables one dot to be kept circular. 

Specific examples of nonionic acetylene glycol surfactants usable herein include, for example, Surfynol 465, Surfy- 
5 nol 104, and Otfine STG (trade names, all marketed by Nissin Chemical Industry Co.. Ltd.). Among them. Olfine STG 
iS effective. The amount of the nonionic acetylene glycol surfactant added is preferably 0.05 to 3% by weight, more pref- 
erably 0.5 to 2% by weight. 

Preferably, the first embodiment of the black ink composition contains a glycol ether. The addition of the glycol ether 
can further increase the penetration of the ink and, at the same time, can reduce the bleed in the boundary between 

io adjacent color inks in color printing, offering a very sharp image. 

Glycol ethers usable herein include, for example, ethylene glycol monobutyl ether, diethylene glycol monobutyl 
ether, Methylene glycol monoethyl ether, propylene glycol monomethyl ether, dipropylene glycol monoethyl ether, pro- 
pylene glycol monobutyl ether, dipropylene glycol monobutyl ether, and triethylene glycol monobutyl ether. The amount 
of the glycol ether added thereto is preferably about 3 to 30% by weight, more preferably 5 to 15% by weight. 

is According to a preferred embodiment of the present invention, the pH of the ink composition is adjusted by the addi- 
tion of tri(hydroxyalkyl)amine. Possible pH adjustment methods include a method using an inorganic base, such as 
KOH or NaOH. and a method using an organic base, such as an amine. In the case of an inorganic base, pH, in some 
cases, rapidly increases when the amount thereof exceeds a certain level, making it difficult to control the pH. Further, 
since the inorganic base is solid, it per se precipitates in the ink composition, causative of clogging of nozzles. Further, 

20 in the organic base, since the nitrogen atom is positively charged, there is a fear of causing a reaction with dyes. In 
using any of the inorganic and organic bases, care should taken so as not to cause the above problems. On the other 
hand, tri(hydroxya!kyi)amine is less likely to cause such problems, and, hence, the use thereof is preferred. Although 
the amount of the tri(hydroxyalkyl)amine added may be suitably determined by taking into consideration contemplated 
pH and other properties of the ink composition, it is preferably about 0.1 to 2% by weight, more preferably about 0.3 to 

25 1% by weight. 

Further, according to a preferred embodiment of the present invention, the ink composition contains the tri(hydroxy- 
alkyl)amine in combination with at least one hydroxide of metal element selected from the group consisting of the group 
la metal elements of the periodic table. This hydroxide belongs to the above inorganic base. However, the use thereof 
in combination with the tri(hydroxyalkyl)amine results in further quick resumption of normal printing after clogging. Fur- 
30 ther, this combination offer an additional advantage that the occurrence of precipitate can be reduced and the pH can 
remain unchanged, as compared with the pH adjustment using the inorganic base alone. Preferred metal oxides 
include UOH, NaOH. KOH because they have high solubility in water. The amount of the metal oxide added may be 
suitably determined in such an amount range as will improve the properties of the ink, particularly the quick resumption 
of normal printing after clogging. However, it is preferably about 0.01 to 1% by weight. 
35 The first embodiment of the black ink composition may further comprise an additional dye(s) so far as such dye(s) 
is not detrimental to the effect of waterfastness and faithful reproduction of black color. Further, if necessary, water-sol- 
uble compounds, such as lower alcohols and sodium alginate, water- soluble resins, fluorosurfactants, antimolds, rust 
preventives and the like may be added to the ink composition. 

When the ink composition according to the present invention is used in ink-jet recording, in order to realize good 
40 response, ejection stability, suitable spread of dot, and good circularity of the dot, properties of the ink composition are 
such that the viscosity of the ink composition is preferably not more than 30 mPa.sec, more preferably 1.2 to 20 
mPa.sec, at a service temperature of 0 to 50°C. and the surface tension of the ink composition is about 20 to 40 mN/m 
at a service temperature of 0 to 50°C. 

The first embodiment of the black ink composition can be prepared by a conventional method. For example, nec- 
45 essary ingredients are thoroughly mixed together and dissolved in one another, the solution is filtered through a mem- 
brane filter having a pore diameter of 0.8 \im and deaerated by means of a vacuum pump to prepare an ink. 

Second embodim ent of black ink composition 

so The second embodiment of the black ink composition comprises a dye represented by the formula (I), wherein R 1 
is in the m-position to the azo group and represents PO(OM) 2 or COOM. and a dye represented by the above formula 
(VI). 

A combination of these two groups of dyes results in faithful reproduction of black color and. at the same time, real- 
izes waterfast prints. 

55 Further, it enables black color to be faithfully reproduced on paper, called "plain paper." used in offices, schools, 
and households, such as copying paper, memo pad. bond paper, letter paper, postcards, and voucher paper, and, at 
the same time, can realize waterfast prints. 

The ratio of the dye represented by the formula (I) to the dye represented by the formula (VI) in the ink composition 
may be suitably determined in such a range as will offer the above advantages. For example, the weight ratio of the dye 
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represented by the formula (I) to the dye represented by the formula (VI) in the ink composition is in the range of from 
4 : 1 to 1 : 10, more preferably 3 : 1 to 1 : 5. 

The amount of the dyes added to the ink composition also may be suitably determined in such an amount range as 
will offer the above advantages. For example, it is preferably about 1 to 20% by weight, more preferably about 1 to 10% 
5 by weight. 

Dyes, represented by the formula (I), used in the second embodiment of the black ink composition may be as 
defined above in connection with the first embodiment of the black ink composition. Further, preferred specific examples 
thereof may also be the same as those described above in connection with the first embodiment of the black ink com- 
position. Therefore, they include the above dyes (1-1) to (I-24). Further, in the second embodiment of the black ink com- 

io position, the dye represented by the formula (I) may be any of the dye represented by the formula (I) with R 1 being in 
the m-position to the azo group and representing PO(OM) 2 and the dye represented by the formula (I) with R 1 being in 
the m-position to the azo group and representing COOM, 

According to a preferred embodiment of the present invention, M in the formula (I) is preferably a volatile alkali salt, 
such as ammonium, substituted ammonium, morpholinium, or piperidinium, because the waterfastness of the printed 

is image can be improved. Examples of amines usable in the formation of such salts include methylamine, dimethylamine, 
trimethylamine. ethylamine. diethylamine, triethylamine. propylamine, isopropylamine, dipropylamine, diisopropylamine, 
butylamine. isobutylamine. sec-butylamine. tert-butylamine, dibutylamine. allylamine, morpholine, piperidine, and mix- 
tures thereof. In this connection, it should be noted that the dye represented by the formula (I) may not be completely 
in the form of ammonium salt, substituted ammonium salt, morpholinium salt, or piperidinium salt and may be a mixture 

20 of such salt with an alkali metal salt. In this case, the amount of the alkali metal salt is preferably not more than 50% 
based on the whole dye. 

The dyes represented by the formula (VI) used in the second embodiment of the black ink composition are known 
dyes described in U.S. Patent Nos. 4963189 and 5203912. 

Specific examples of preferred dyes represented by the formula (VI) include the following dyes. 
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As described above, the dyes represented by the formula (VI) are described in U.S. Patent Nos. 4963189 and 
5203912. Therefore, they may be prepared by reference to the description of these U.S. patents. Further, they may be 
prepared by the methods described in Japanese Patent Laid-Open No. 140270/1990 and Color Index, Third Edition, 
The Society of Dyers and Colourists. 

As is known from Japanese Patent Publication No. 80956/1993, Japanese Patent Laid-Open Nos. 262998/1993 
and 125318/1993, U.S. Patent Nos. 4963189 and 5203912 and the like, the ink composition, to which the dyes repre- 
sented by the formulae (I) and (VI) are added, should be basic in order to dissolve them. Therefore, the ink composition 
of the present invention also is preferably adjusted to pH on the basic side. According to a preferred embodiment the 
pH value of the ink composition is preferably in the range of from 8.5 to 11. more preferably in the range of from 8.5 to 

This embodiment of the black ink composition comprises the above group of dyes, water, and an organic solvent. 
According to a preferred embodiment, the addition of a glycol ether is preferred from the viewpoint of offering rapid 
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fixation (penetration) of the ink and, at the same time, preventing the occurrence of bleed in color printing. Specific 
examples of glycol ethers usable herein include ethylene glycol monobutyl ether, diethylene glycol monobutyl ether, tri- 
ethylene glycol monobutyl ether, propylene glycol monoethyl ether, propylene glycol monomethyl ether, dipropylene gly- 
col monoethyl ether, propylene glycol monobutyl ether, dipropylene glycol monobutyl ether, and Methylene glycol 

5 monobutyl ether. The amount of the glycol ether added may be suitably determined in such an amount range as will 
provide the effect of the penetration of the ink and preventing the bleed. Since, however, the dyes represented by the 
formula (I) and the dyes represented by the formula (IV) are sparingly soluble or insoluble in the glycol ether, the addi- 
tion thereof in an excessive amount leads to a fear of clogging of nozzles. Therefore, the amount of these dyes added 
is preferably about 3 to 30% by weight, more preferably about 5 to 1 5% by weight. 

io In the second embodiment of the black ink composition, the addition of a nonionic acetylene glycol surfactant is pre- 
ferred for the same reason as described above in connection with the first embodiment of the black ink composition. 
Specific examples of nonionic acetylene glycol surfactants usable herein include those described above in connection 
with the first embodiment of the black ink composition. Although the amount of the nonionic acetylene glycol surfactant 
added may be suitably determined, it is preferably about 0.05 to 5% by weight, more preferably about 0.1 to 2% by 

is weight. 

For the same reason as described above in connection with the first embodiment of the black ink composition, the 
pH value of this embodiment of the Back ink composition is adjusted by the addition of the tri(hydroxyalkyl)amine. The 
amount of the tri(hydroxyalkyl)amine added may be the same as that described above in connection with the first 
embodiment of the black ink composition. 

20 Further, for the same reason as described above in connection with the first embodiment of the black ink composi- 
tion, this embodiment of the black ink composition preferably contains the tri(hydroxyalkyi)amine in combination with at 
least one hydroxide of metal element selected from the group consisting of the group la elements of the periodic table. 
The amount of the metal element added may be the same as that described above in connection with the first embod- 
iment of the black ink composition 

25 As with the first embodiment of the black ink composition, the second embodiment of the black ink composition may 
further contain an additional dye(s) so far as the addition thereof is not detrimental to the effect of waterfastness and 
reproduction of black color. Further, if necessary, water -soluble compounds, such as lower alcohols and sodium algi- 
nate, water-soluble resins, fluorosurtactarrts. antmokJs, rust preventives and the like may be added to the ink composi- 
tion. 

20 When the second embodiment of tne black ink composition is used in ink-jet recording, it preferably has the same 
viscosity and surface tension as described above in connection with the first embodiment of the black ink composition. 

This embodiment of the black ink composition may be prepared by the same method as described above in con- 
nection with the first embodiment of the black ink composition. 

55 Third embodiment gf flack ink CQmpos'DOn 

The third embodiment of the black mk composrtion comprises two kinds of dyes, a group A of dyes and a group B 
of dyes. 

A combination of these two groups of dyes results m tarthful reproduction of black color and, at the same time, real- 
<o izes waterfast prints. Further, it enables black color to be tarthfully reproduced on copying paper, called "plain paper," 
used in offices, schools, and households, such as copying paper, memo pad, bond paper, letter paper, postcards, and 
voucher paper, and, at the same tome, can realize waterfast prints. 

The ratio of the group A of dyes to the group B of dyes in the ink composition may be suitably determined in such 
a ratio range as will offer the above advantages For example. However, it is preferably in the range of from 1 : 0.1 to 1 
45 : 0.5 in terms of weight ratio. 

The amount of the dyes added to the ink composrtion also may be suitably determined in such an amount range as 
will offer the above advantages. For example, it is preferably about 1 to 25 % by weight, more preferably about 3 to 15 
% by weight. 

In the ink composition according to this embodiment of the invention, the group A of dyes comprise a dye repre- 
50 sented by the above formula (I) and a dye represented by the above formula (VII). 

Dyes, represented by the formula (I), used in the ink composition according to this embodiment of the invention may 
be as defined above in connection with the first embodiment of the black ink composition. In this embodiment, in the 
dyes represented by the formula (I), although the position of the substituent R 1 is not particularly limited, preferred are 
dyes where R 1 is in the m-position to the azo group and represents PO(OM) 2 or COOM. Specific examples of preferred 
55 dyes may be the same as those described above in connection with the first embodiment of the black ink composition. 
Therefore, they include the above dyes (1-1) to (I-24). 

According to a preferred embodiment of the invention, this embodiment of the black ink composition comprises the 
dye represented by the formula (I) and the dye represented by the formula (VII) in a weight ratio of 4 : 1 to 1 : 10 with 
the weight ratio being more preferably 3 : 1 to 1 : 5. When the weight ratio is in the above range, the dissolution of the 
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group A of dyes in an aqueous medium can be improved and, at the same time, the dissolution stability can be 
improved. 

The amount of the group A of dyes added to the ink composition may be suitably determined. For example, it is 
preferably about 1 to 20% by weight, more preferably about 2.5 to 10% by weight. 

In this embodiment of the black ink composition, the group B of dyes are as defined above in connection with the 
second group of dyes in the first embodiment of the black ink composition. Specifically, the group B of dyes comprises 
a dye represented by the formula (II) and/or a dye represented by the formula (III). Specific examples of preferred dyes 
may be the same as those described above in connection with the first embodiment of the black ink composition There- 
fore, they include the above dyes (11-1). (II-2), (111-1), and (III-2). 

As with the ink composition according to the first embodiment of the black ink composition, in this embodiment of 
the black ink composition, preferably. M in the formula (I) represents a cation of a volatile compound with M in the for- 
mula (II) and/or (III) being a cation of an alkali metal. As described above, this combination is preferred from the view- 
points of waterfastness of the printed image and prevention of clogging of nozzles. The volatile compounds may be the 
same as those described above in connection with the first embodiment of the black ink composition. 

The ink composition according to this embodiment of the black ink composition basically comprises the above 
groups of dyes, water, and an organic solvent. 

For the same reason as described above in connection with the first embodiment of the black ink composition, in 
this embodiment of the black ink composition, a nitrogen-containing cyclic compound and a polyhydric alcohol as the 
solvent are used in combination with the above group of dyes. Specific examples and the amount of the nitrogen-con- 
taining cyclic compounds and polyhydric alcohols added may be the same as those described above in connection with 
the ink composition according to the first embodiment of the black ink composition. 

In the ink composition according to the third embodiment of the black ink composition, the addition of a nonionic 
acetylene glycol surfactant is preferred for the same reason as described above in connection with the ink composition 
according to the first embodiment of the black ink composition. Specific examples and the amount of the nonionic acet- 
ylene glycol surfactant added may be the same as those described above in connection with the ink composition 
according to the first embodiment of the black ink composition. 

Further, for the same reason as described above in connection with the first embodiment of the black ink composi- 
tion, this embodiment of the black ink composition preferably contains a glycol ether. Specific examples and the amount 
of the glycol ether added may be the same as those described above in connection with the ink composition according 
to the first embodiment of the black ink composition. 

For the same reason as described above in connection with the first embodiment of the black ink composition, the 
pH value of the ink composition according to this embodiment of the black ink composition is adjusted by the addition 
of the tri(hydroxyalkyl)amine. The amount of the tri(hydroxyalkyl)amine added may be the same as that described 
above in connection with the first embodiment of the black ink composition. 

Further, for the same reason as described above in connection with the first embodiment of the black ink composi- 
tion, this embodiment of the black ink composition preferably contains the tri(hydroxyalkyl)amine in combination with at 
least one hydroxide of metal element selected from the group consisting of the group la elements of the periodic table. 
The amount of the metal hydroxide may be the same as that described above in connection with the first embodiment 
of the black ink composition. 

As with the first embodiment of the black ink composition, the third embodiment of the black ink composition may 
further contain an additional dye(s) so far as the addition thereof is not detrimental to the effect of waterfastness and 
reproduction of black color. Further, rf necessary, water-soluble compounds, such as lower alcohols and sodium algi- 
nate, water-soluble resins, fluorosurfactants, antimolds, rust preventives and the like may be added to the ink composi- 
tion. • 1 

When the ink composition according to the present invention is used in ink-jet recording, it preferably has the same 
viscosity and surface tension as described above in connection with the ink composition according to the first embodi- 
ment of the black ink composition. 

The ink composition according to this embodiment of the black ink composition may be prepared by the same 
method as described above in connection with the first embodiment of the black ink composition. 

EXAMPLES 

The present invention will be described in more detail with reference to the following examples, though it is not lim- 
ited to these examples only. 

Example A 

Ink compositions listed in the following table 1 were prepared. 

In the following table, the ink compositions of the examples are yellow ink compositions according to the present 
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invention. The numerical values in the table are in % by weight, and the balance of the composition consisted of ion- 
exchanged water. 



Table 1 





Example A 




1 


2 


3 


4 


5 


6 


Y - 1 


0.8 


0.5 


1.5 








Y-2 




1.5 






0.8 


1.0 


Y-3 








1.2 


1.5 




Y-4 


1.2 




1.5 








Y-5 








1.0 






Y-6 








0.5 




1.5 


C.I. Acid Yellow 23 














TEGmBE 




12 




8 


15 




DEGmBE 


10 




10 






5 


Diethylene glycol 


25 


10 




10 


15 




Glycerin 






10 


10 


5 


15 


2-Pyrrolidone 




5 


5 






5 


Triethanolamine 


0.1 


0.9 


0.1 


0.9 


0.9 


0.9 


Potassium hydroxide 










0.1 


0.1 


Aqueous ammonia (3 wt%) 




3 




3 


5 


3 


Surfynol 465 




0.8 




0.8 




1.8 


Surfynol TG 


0.8 




0.8 




1.0 




Proxel XL-2 


0.3 


0.3 


0.3 


0.3 


0.3 


0.3 



In the table, TEGmBE is Methylene glycol monobutyl ether, DEGmBE diethylene glycol monobutyl ether, and 
Proxel XL-2 an antimold prepared by ZENECA. 

40 Print evaluation tests 

The above ink compositions were used to perform the following print evaluation tests. In the following evaluation 
tests, an experimental ink jet head (nozzle diameter 30 \im, 64 nozzles) of on-demand type, wherein liquid droplets are 
produced by taking advantage of oscillation of a piezoelectric device, was used under conditions of drive frequency 7:2 
45 kHz, piezoelectric device drive voltage 25 V, and resolution 360 dots/in. to perform printing in an ink weight of 0.04 
ng/dot. 

The following paper were used for the evaluation of printed images. 

(1) Super Fine paper for ink jet recording (Epson Hanbai Corporation) 
so (2) Gloss paper for ink jet recording (Epson Hanbai Corporation) 

(3) Xerox 4024 (Xerox Co.) 

(4) Xerox P (Fuji Xerox Co., Ltd ) 

(5) Canon PB paper (Canon Sales Co., Inc.) 

55 Test A1 : Hue 

For each ink composition, solid printing (blotted image printing) was performed on the recording paper. 
In order to determine the hue, for the formed blotted image (3x3 cm), the L*a*b* color system of the color differ- 
ence indication method specified in CIE (Commission International de I'Eclairage) was measured with Mcbeth CE-7000 
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oo a .™c red by „ Mcb6,h - and ,he co,or difference between measured value and the tone standard value of ISO 
2845-1 975 was determined by the following equation (i). 



s Table 2 



w 





Yellow 


Magenta 


Cyan 


Red 


Green 


Blue 


Black 


L* 


90.7 


48.4 


53.9 


47.4 


47.6 


19.2 


28.6 


a* 


-18.4 


78.1 


-19.1 


70.3 


•74.1 


35.5 


0.1 


b' 


91.1 


-7.1 


-54.2 


47.5 


23.2 


-53.0 


-2.5 



15 AEab = IULV + (Aa') 2 + (jib') 2 ] 1/2 p) 

For the recording paper (1) to (5). the average value of the color difference AE'ab was determined, and the hue of 
yellow was evaluated according to the following crrteria 

20 @ : Ail the color difference AE'ab values was not more than 10. 

O : The color difference AE'ab value was more than 10 and not more than 20. 
X: The color difference AE'ab value exceeded 20 



25 



35 



40 



50 



Test A2 : Waterfastness (1) 



Print samples, for a blotted image on records paoer (1) and (4), obtained in test Example A1 were immersed in 
tap water for 10 sec, pulled up. and air dried Thereafter, the L'aV color system was measured in the same manner 
as in Test A1 . and. for each of three measured value before the test and the measured value after the test, the color 
difference AE*ab was determined by the aDove equabon f,) The results were evaluated according to the following cri- 
30 tena. 

®: All the color difference AE'ab values was not more than 10 
O • The color difference AE'ab value was more than 10 and not more than 20. 
X: The color difference AE'ab value exceeded 20 



Test A3 : Waterfastness (2) 

Patterns of outline characters provided against yellow colored blotted image background of 1 00% duty 200% duty 
and 300% duty were printed on the record.ng paper < 1 ) and (2) The prints thus formed were allowed to stand in an envi- 
ronment of 40°C and 90% RH for 2 hr. Thereafter, evaluaton was made on feathering in the printed area according to 
the following criteria. M 

©: No feathering 
0 ; Slight feathering 
45 X: Conspicuous feathering 

Test A4: Lightfastness 



Print samples of blotted images, printed on the recording paper (1) and (4), obtained in the test A1 were placed in 
a transparent plastic case and allowed to stand under sunlight for 30 days. AE'ab values before standing and after 
standing were determined by the above equation (i) and evaluated according to the following crrteria. 

©: All the color difference AE'ab values was not more than 20. 
O : The color difference AE'ab value was more than 20 and not more than 30. 
55 X: The color difference AE'ab value exceeded 30. 

Test A5: Resumption of normal printing after clogging 

The ink composition was filled into the print head of the printer and printed to confirm that the ink could be ejected 
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through each nozzle. Thereafter, the print head was allowed to stand without capping in an environment of 40°C for one 
week. After standing, printing was resumed, and the number of times of cleaning operation necessary for the ink to be 
successfully ejected through all the nozzles was counted. The results were evaluated according to the following criteria. 



s ®: Once 

O • 2 or 3 times 

X: Not less than 4 times 

The evaluation results of the tests A1 to A6 are summarized in the following table. 

10 



Table 3 



Example 


Test A1 


TestA2 


Test A3 


Test A4 


TestA5 


A1 


® 


® 


0 


© 


© 


A2 


® 


® 


® 


O 


O 


A3 


® 




o 


© 


© 


A4 


© 


© 


© 


© 


© 


A5 


® 


© 


© 


o 


o 


A6 


® 


© 


© 


© 


© 



25 

Example B 

Ink compositions listed in the following Table 4 were prepared. Specifically, ingredients listed in the table were 
30 stirred to mix them together, and the mixture was filtered by a 0.8-nm membrane filter to prepare a contemplated ink 

In the table, the ink compositions of the examples are magenta ink compositions according to the present invention. 
The numerical values in the table are in % by weight, and the balance of the composition consisted of ion-exchanged 
water. 

35 
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Table 4 



5 



25 



Ink composition 


Example B 




1 


2 


3 


4 


5 


6 


7 


8 


9 


10 


11 


M * 1 


3.0 
















1.5 






M • 2 




2.2 




















M - 3 






1.8 


















M - 1 1 








3.3 
















M - 12 










2.5 










1.0 




M - 13 












1.3 












C.I. Reactive Red 147 














2.8 




1.2 




1.2 


C.I. Reactive Red 180 
















2.5 




2.0 


1.5 


TEGmBE 


12 


12 






12 


12 






8 


8 


8 


DEGmBE 






10 


10 






10 


10 








Di ethylene glycol 


8 


10 


10 


10 


8 


10 


10 


10 


13 


12 


' 11 


Glycerin 


8 


7 


7 


9 


8 


7 


7 


9 


6 


8 


8 


Urea 


5 


6 


7 


5 


5 


6 


7 


5 


7 


6 


6 


Ammonia (3% aq.) 


3 


3 


2 


3 


3 


2 


2 


2 


3 


3 


2 


Triethanolamine 


0.8 


0.5 


0.5 


0.8 


0.5 


0.5 


0.5 


0.5 






0.5 


Potassium hydroxide 


0.1 


0.1 


0.1 


0.1 


0.1 








0.1 


0.1 




Surfynol 465 


0.5 


0.5 


0.5 


0.8 


0.5 


0.5 


0.5 


0.8 


1.0 


1.2 


1.2 


ProxelXL-2 | 0.3 


0.3 


0.3 


0.3 


0.3 


0.3 


0.3 


0.3 


0.3 


0.3 


0.3 



35 In the table, TEGmBE is Methylene glycol monobutyl ether, DEGmBE diethylene glycol monobutyl ether, and 
Proxel XL-2 an antimold prepared by ZENECA. 

Print evaluation tests 

40 The above ink compositions were used to perform the following print evaluation tests. In the following tests, an ink 
jet printer MJ-500C (manufactured by Seiko Epson Corporation) was used with the ink implantation regulated to 1.41 
mg/in 2 . 

Test B1 : Hue 

45 

For each ink composition, solid printing (blotted image printing) of magenta was performed on Super Fine paper, 
for ink jet recording, having a coating (Epson Hanbai Corporation). The blotted image area was tested in the same man- 
ner as in Test A1 . The results were evaluated according to the same criteria as those used in Test A1 . 

so Test B2 : Clogging of nozzles 

Printing was performed to confirm that the ink could be ejected through each nozzle. Thereafter, the print head was 
removed with the ink cartridge mounted thereon and allowed to stand without capping in an environment of 40°C for 7 
days. After standing, the nozzles were observed for solidification of the ink and wetting around the nozzles. The results 
55 were evaluated according to the following criteria. 

©: Neither solidification nor wetting 

O: Slight wetting 

X: Solidified ink projected 
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TestB3 : Resumption of normal printing after clogging 

The head used in Test B2 was mounted on the printer, followed by printing operation. The number of times of clean- 
ing operation necessary for the ink to be successfully ejected through all the nozzles was counted. The results were 
5 evaluated according to the following criteria. 

©: once 

0-2 or 3 times 

X: Not less than 4 times 

w 

Test B4 : Ughtfastness 

Printing was performed on Super Fine paper, for ink jet recording, having a coating (Epson Hanbai Corporation) 
and a plain paper Xerox-P (Fuji Xerox Co., Ltd.) in the same manner as in Test A1 . The prints were irradiated with light 
is from a xenon tester (Shimadzu Seisakusho Ltd.) for 60 hr. AE'ab values before the test and after the test were deter- 
mined in the same manner as in Test A1 . The results were evaluated according to the same criteria as used in Test A1 . 

Test B5 : Feathering in print on specialty paper and specialty film 

20 Printing was performed on Super Fine paper, for ink jet recording, having a coating (Epson Hanbai Corporation) 
and a gloss film for ink jet recording (Epson Hanbai Corporation), and the prints were tested in the same manner as in 
Test A3. The results were evaluated in the same manner as in Test A3. 
The evaluation results of the above tests are summarized in Table 5. 
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Example C 

Yellow, magenta, and cyan compositions listed in the following Table 6 were prepared. 

In the table, the numerical values in the table are in % by weight, and the balance of the composition consisted of 
ion-exchanged water. 
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Print evaluation tests 

The above ink compositions were used to perform the following print evaluation tests. In the following evaluation 
55 tests, the same apparatus and recording paper as used in Test A were used. 

TestCl : Tone reproduction 

Solid printing (blotted image printing) of yellow, magenta, cyan, red, green, and blue was performed on recording 
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w 



paper (1) to (5). In this case, red was formed by overprinting the yellow ink and the magenta ink, green was formed by 
overprinting the yellow ink and the cyan ink, and blue was formed by overprinting the magenta ink and the cyan ink. 

For each of the formed blotted images (3x3 cm), a test on tone reproduction was performed in the same manner 
as in Test A1 . The results were evaluated according to the following criteria. 

©: The color difference AE'ab value was not more than 20 for all of red, green, and blue. 

O : The color difference AE'ab value was more than 20 and not more than 30 for at least one of red, green and 

blue. 

X: The color difference AE'ab value was more than 30 for at least one of red. green, and blue. 
Test C2 : Waterfastness 



Print samples, for a blotted image on recording paper (1) and (4), obtained in test Example C1 were tested in the 
same manner as in Test A2. The results were evaluated according to the following criteria. 

/5 

©: The color difference AE*ab value was not more than 20 for ail of red, green, and blue. 

O : The color difference AE'ab value was more than 20 and not more than 30 for at least one of red, green, and 

blue. 

X: The color difference AE'ab value was more than 30 for at least one of red, green, and blue. 

20 

Test C3 : Lightfastness 

Print samples, for a blotted image on recording paper (1) and (4), obtained in test Example C1 were tested in the 
same manner as in Test A4. The results were evaluated according to the following criteria. 

25 

© : The color difference AE'ab value was not more than 20 for all of red. green, and blue. 

O : The color difference AE'ab value was more than 20 and not more than 30 for at least one of red. green, and 

blue. 

X: The color difference AE'ab value was more than 30 for at least one of red, green, and blue. 

30 

TestC4 : Feathering in print on specialty paper and specialty film 

Printing of outline characters provided against solid print (blotted image print) background of yellow, magenta, 
cyan, red, green, blue, and black was performed on the recording paper (1) and (2). In this case, red was formed by 

35 overprinting the yellow ink and the magenta ink, green was formed by overprinting the yellow ink and the cyan ink, and 
blue was formed by overprinting the magenta ink and the cyan ink. Further, black was formed by overprinting the 
magenta ink, cyan ink, and yellow ink. The prints thus formed were allowed to stand in an environment of 40°C and 90% 
RH for 2 hr. Thereafter, evaluation was made on feathering in the printed area according to the following criteria. There- 
after, a change in the outline characters from the original state was visually inspected. Ttie results were evaluated 

40 according to the following criteria. 

©: No feathering observed for outline characters of all of red, green, blue, and black, with the edge of the print pat- 
tern being sharp. 

O : Slight feathering observed for outline characters of at least one of red, green, blue, and black, with the edge of 
<s the print pattern being unsharp. 

X: Remarkable feathering observed for outline characters of at least one of red, green, blue, and black, causing 
colored outline character portions. 

Test C5 : Reproduction of black 

50 

Solid printing (blotted image printing) was performed by overprinting the yellow ink, the cyan ink, and the magenta 
ink. The printing was carried out in the order of cyan, magenta, and yellow inks. 

For evaluation of the black reproduction, the a*b* color system by the color difference indication method was meas- 
ured on the formed blotted image (3 x 3 cm) in the same manner as in Test A1 . The chroma difference was determined 
55 by the following equation (ii) based on the measured value and the tone standard value specified in ISO 2845-1975. 

AC'ab = [(Aa*) 2 + (Ab*) 2 ] 1/2 (ii) 

The average of the chroma difference AC'ab for the recording paper (1 ) to (5) was determined, and the results were 
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evaluated according to the following criteria. 

©: AC'ab was not more than 10, with no separation of colors on the paper. 
O : AC'ab exceeded 10, with no separation of colors on the paper. 
X: AC'ab exceeded 10. with separation of colors on the paper. 

The evaluation results of the above tests are summarized in Table 7. 



io Table 7 



Example 


Test C1 


Test C2 


Test C3 


TestC4 


Test C5 


C1 


® 


O 


© 


© 


© 


C2 






(2> 


® 


© 


C3 


© 


O 


© 


© 


© 


C4 


® 


o 


© 


© 


© 


C5 


® 


© 


© 


© 


© 


C6 


® 


o 


© 


© 


© 


C7 


® 


© 


© 


© 


© 


C8 


© 


o 


© 


© 


© 


C9 


® 


© 


© 


© 


© 


C10 


® 


o 


© 


© 


© 


C11 


© 


© 


© 


© 


© 


C12 


© 


© 


© 


© 


© 



Example D 

Yellow, magenta, and cyan compositions listed in the following Table 8 were prepared. 

In the table, the numerical values in the table are in % by weght. and the balance of the composition consisted of 
ion-exchanged water. 
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Print evaluation tests 

The above ink compositions were used to perform the following print evaluation tests. In the following evaluation 
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tests, the same apparatus and recording paper as used in Test A were used. 



Test D1: Tone reproduction 



The test was carried out in the same manner as in Test CI, and the results were evaluated according to the same 
criteria as used in Test C1 . 



Test D2 : Reproduction of black 



The test was carried out in the same manner as in Test C5, and the results were evaluated according to the same 
criteria as used in Test C5. 



Test D3 : Waterfastness (1) 

is Print samples, for a blotted image on recording paper (1) and (4), obtained in Test D1 were tested in the same man- 
ner as in Test A2. The results were evaluated according to the same criteria as used in Test A2. 

Test_D4: Waterfastness (2): Bleed of printed image on specialty paper and specialty film 

20 The test was carried out in the same manner as in Test C4, and the results were evaluated according to the same 
criteria as used in Test C4. 

Test D5 : Ughtfastness 

25 Print samples, for a blotted image on recording paper (1) and (4), obtained in Tests D1 and D2 were tested in the 
same manner as in Test A4. The results were evaluated according to the same criteria as used in Test A4. 
The evaluation results of the above tests are summarized in the following Table 9. 

30 Table 9 



Example 


TestDI 


Test D2 


TestD3 


Test D4 


Test D5 


D1 


© 


® 


O 


© 


© 


D2 


© 


<§> 


© 


© 


© 


D3 


© 


® 


O 


© 


© 


D4 


© 


® 


1 o 


© 


© 


D5 


© 


® 


© 


© 


© 


D6 


© 


® 


o 


© 


© 


D7 


© 


© 


© 


© 


© 


C8 


© 


© 


o 


© 


© 


D9 


© 


® 


© 


© 


© 


D10 


© 


® 


o 


© 


© 


D11 


© 


© 


® 


© 


© 


D12 


© 


® 


© 


© 


© 



Example E 

55 Black ink compositions 1 to 4 were prepared according to the following formulations. 
In the following ink compositions, "% H is by weight unless otherwise specified. 
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Black ink No. 1 



Dye (I-6) 


1.5% 


Dye (1-14) 


1.5% 


Dye (VII-2) 


3% 


Dye (II-3) 


1.5% 


Diethylene glycol 


5% 


Polyethylene glycol #200 


5% 


1.5-Pentanediol 


5% 


2-Pyrrolidone 


5% 


propylene giycoi monoDuxyi etner 


10% 


Off ine STG 


0.8% 


Triethanolamine 


0.5% 


Potassium hydroxide 


0.1% 


Proxel XL-2 


0.3% 


Water 


Balance 



25 



PiacKinK No. 2 

30 



Dye (1-19) 


3.6% 


Dye (VII-2) 


2.4% 


Dye (11-1) 


1.2% 


Glycerin 


5% 


2-Pyrrolidone 


5% 


Diethylene glycol monobutyl ether 


10% 


Off ine STG 


1% 


Triethanolamine 


0.8% 


Potassium hydroxide 


0.1% 


Proxel XL-2 


0.3% 


Water 


Balance 



so 
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Black ink No. 3 





Acidic carbon black (particle diameter: 140 nm) 


8% 


c 


Glycerin 


20% 




Triethytene glycol monobutyl ether 


10% 




urnne o i 


0.8% 




Triethanolamine 


1% 


10 


Potassium hydroxide 


0.1% 




Proxel XL-2 


0.3% 




Water 


Balance 



15 



Black ink No. 4 

20 



Acidic carbon black (particle diameter: 100 nm) 


8% 


Glycerin 


15% 


1,5-Pentanediol 


5% 


Diethylene glycol monobutyl ether 


8% 


OlfineE1010 


1% 


Triethanolamine 


1% 


Potassium hydroxide 


0.1% 


Proxel XL-2 


0.3% 


Water 


Balance 



35 

The following printing tests were performed using combinations of color ink compositions and black ink composi- 
tions listed in Table 10 (Examples E1 to E34). 

40 
45 
50 
55 
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Table 10 



5 



Example 


Used color ink set 


Used black ink Na 


E1 


C1 


1 


I E2 


C2 


1 


E3 


C3 


1 


E4 


C4 


2 


E5 


C6 


2 


E6 


C7 


2 


E7 


C8 


1 


E8 


C9 


1 


E9 


C11 




E10 


C12 




E11 


D1 




E12 


D3 


2 


E13 


D5 


1 


E14 


D10 


2 



Print evaluation tests 

30 

TestEl : Color bleed 

Ink sets of Examples E1 to E34 were used with an ink jet printer MJ-700V2/C to perform full color printing. Yamayuri 
(manufactured by Honshu Paper Co., Ltd.). Xerox P (manufactured by Fuji Xerox Co., Ltd.), Conqueror (manufactured 
by Conqueror), and Xerox 4024 (manufactured by Xerox). The color-to-color bleeding in the area between the colors 
and the black in the prints, that is. color bleed, was evaluated according to the following criteria. 

©: No bleed observed for all the recording paper. 

O : Bleed observed for at least one of the recording paper, with the bleed posing no practical problem. 
The results are summarized in the following table. 



35 
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Table 1 1 





Test 1 






Example 


Yamayun 


Xerox P 


Conqueror 


Xerox 4024 


El 


o 


© 


0 


0 


E2 


o 


© 


O 


O 
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o 


© 


O 


o 


0 


0 


© 


O 


0 
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O 
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0 


O 


E7 


o 


o 


o 


o 


E8 


o 


o 


o 


o 


E9 


o 


© 


r\ 
\J 




E10 


o 


© 


o 


o 


Ell 


o 


© 


o 


o 


E12 


o 


© 


o 


O 


E13 


o 


© 


o 


O 


E14 


0 


© 


o 


O 



30 

Test E2 : Print density 

The OD value in the black printed area and the printed area for each color in the prints obtained in Test E1 was 
measured with a Mcbeth densitometer. As a result, the OD value in the black printed area was not less than 1.2, and 
35 all the OD values in the printed area for individual colors were not less than 1 .0. and, for all the color printed areas, the 
difference in OD value between the black printed area and the printed area for each color was not more than 0.2. 

Test E3 : Image quality 

40 The prints obtained in Test El were visually observed by 10 panelists As a result, all the panelists evaluated all the 
prints as a vivid print. 

Claims 

45 1 . An ink set comprising yellow, magenta and cyan ink compositions. 

the yellow ink composition comprising a dye represented by the formula (XI) and a dye represented by the for- 
mula (XII): 



so 



55 



NR105R106 
R103 I 

R 101 — N=N-/)— NH— k N >— NH — / \— N=N— R102 (XI) 
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wherein R 101 and R 102 each independently represent phenyl or naphthyl substituted by a substituent selected 

from the group consisting of a hydroxyl group, -S0 3 M, and -COOM, 

R 103 and R 104 each independently represent a hydrogen atom, an alkyf. or methoxy, 

R 105 and R 106 each independently represent a hydrogen atom, a hydroxyl group, or C 2 H 4 OH, and 

M represents an alkali metal, ammonium, or an organic amine; and 




wherein R and R each independently represent phenyl or naphthyl substituted by a substituent selected 
from the group consisting of a hydroxyl group, -S0 3 M, and -COOM, 
R 201 and R 202 represent a hydrogen atom, an alkyl, or methoxy, and 
M represents an alkali metal, ammonium, or an organic amine, and 

the magenta ink composition comprising at least one selected from the group consisting of a dye represented 
by the formula (XIII), a dye represented by the formula (XIV), C.I. Reactive Red 147 and C.I. Reactive Red 180: 




(XIII) 



(S03H)m SO3H SO3H 



wherein R 301 R 302 , and R 303 each independently represent a substituted or unsubstituted C t . 9 alkyl or C vs 
alkoxy a halogen atom, a hydrogen atom, hydroxyl, a substituted or unsubstituted carbamoyl, a substituted or 
unsubstituted sulfamoyl, a substituted or unsubstituted amino, nitro. a group -S0 2 R 307 (wherein R 307 repre- 
sents an ester forming group, a substituted or unsubstituted C^g alkyl, or a substituted or unsubstituted C 6 . 15 
aryl), a group -COOM (wherein M represents a hydrogen atom, an alkali metal, ammonia, or a cationic species 
derived from an amine), or a group -COR 308 (wherein R 308 represents an ester forming group), 
mis0,l,or2, 

R 304 and R 305 each independently represent a hydrogen atom, a substituted or unsubstituted C^ Q alkyl, a 
substituted or unsubstituted C 2 . 18 alkenyl, a substituted or unsubstituted aryl, a substituted or unsubstituted 
aralkyl, a substituted or unsubstituted alicyclic group, or a substituted or unsubstituted heterocyclic group, and 
R 306 represents a group -NR 309 R 310 (wherein R 309 and R 310 each independently represent a hydrogen atom, 
a substituted or unsubstituted C^ B alkyl, or a substituted or unsubstituted aryl) or a group -OR 311 (wherein 
R 31 1 has the same meaning as R 304 ); and 
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R401 



R406 



R405 



(XIV) 



R402 



R408 



\ 



N—D2 



R403 



R404 



15 



wherein 0^ and D 2 each independently represent an azo chromophore, 

R 401 R 402 R 403 ( and R 404 each independently represent a hydrogen atom or a substituted or unsubstituted 
alkyl, 

R 405 and R 406 each independently represent a hydroxyl group or an amino group, 
20 R 407 and R 408 each independently represent a hydrogen atom, a halogen atom, or an alkyl, alkoxy, nitro. car- 

boxyl, or sulfone group, and 

M represents an alkali metal, ammonium, or an organic amine. 



25 



2. The ink set according to claim 1, wherein the yellow ink composition comprises 0.3 to 2.0% by weight of the dyes. 

3. The ink set according to claim 1 or 2, wherein the cyan ink composition comprises 0.3 to 4.0% by weight of the 
dyes. 

4. The ink set according to any one of claims 1 to 3, wherein the yellow and cyan ink compositions comprise at least 
30 one solid solvent selected from the group consisting of urea, trimethylolpropane. and trimethylolethane. 

5. The ink set according to any one of claims 1 to 4, wherein the yellow and cyan ink compositions comprise 1 5 to 35 
% by weight of the water-soluble organic solvent. 

35 6. The ink set according to any one of claims 1 to 5, wherein the yellow and cyan ink compositions further comprise 
5 to 15% by weight of a polyhydric alcohol lower alkyl ether and 0.3 to 1.8% by weight of acetylene glycol repre- 
sented by the following formula: 

40 

R3- 



45 



SO 



R1 


R2 


I 

-C Cs=C 


I 

c — 


0 

AN 

CH2 


I 

o 

CH2 


CH2 


CH 2 


0 

Ym 
H 


O 
H 



55 



wherein R 1 , R 2 t R 3 and R 4 each independently represent a C^ 6 alkyl and n + m is 0 to 30. 
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7. The ink set according to any one of claims 1 to 6. wherein the yellow and cyan ink compositions comprise at least 
two components selected from the following components: 

(a) an amine having a boiling point of -40°C to 90'C, 
5 (b) an amine having a boiling point of 90°C or above, and 

(c) an inorganic base, and 

with the ink compositions being adjusted to pH 8.5-1 1 at 20°C. 

8. The ink set according to any one of claims 1 to 7. wherein the cyan ink composition comprises a phthalocyanine 
io dye or C.I. Direct Blue 199 as a colorant. 

9. The ink set according to claim 8, wherein the cyan ink composition comprises a dye represented by the following 
formula (XV) as a colorant: 



(S0 3 M) k 



PC — (S02NH2)| (xv) 

20 \ (SO2NR50l(CH2) n R502) m 



y 



wherein Pc represents a phthalocyanine group coordinated with Cu. Fe. Co. or Ni as a central atom, 
R 501 represents a hydrogen atom or a substituted or unsubstrtuted alkyl, 

R 502 represents a hydroxyl group. COOH. or NR M3 R w wherein R 503 represents a hydrogen atoms or a sub- 
stituted alkyl and R 504 represents a substituted afcyl or a substituted phenyl. 
30 M represents an alkali metal, ammonium, or an organic amine, 

k and I are each independently 0 to 1 . 
m is 1 to 4, 

provided that2£k + l + ms4, 

n is an integer of 1 to 15, provided that, when R 1 * 2 represents a hydroxyl group, n is an integer of 5 to 1 5. 

35 

1 0. An ink set according to claim 9, wherein the cyan ink composition comprises 0.5 to 6.0% by weight of the dye rep- 
resented by the formula (XV) or C. I. Direct Blue 1 99 

1 1. The ink set according to any one of claims 1 to 10. which further comprises a black ink composition comprising at 
40 least a first group of dyes and a second group of dyes. 

the first group of dyes comprising a dye represented by the following formula (I) wherein R 1 is PO(OM) 2 in the 
m-position to the azo group and a dye represented by the following formula (I) wherein R 1 is COOM in the m- 
position to the azo group, 

45 



50 




wherein R 1 represents -PO(OM) 2 or -COOM, X and Y each independently represent a C^ alkoxy and M rep- 
resents a cation of a group selected from the group consisting of a hydrogen atom, an alkali metal, ammonia, 
and an organic amine; and 
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the second group of dyes comprising a dye represented by the following formula (II) and/or a dye represented 
by the following formula (III): 




Z3— HN— C— NH— 24 

I! 
O 



(III) 



wherein R 21 and R 22 each independent!/ represent a hydrogen atom or -C 2 H 4 OH, Z 1 , Z 2 , Z 3 and Z 4 each inde- 
pendently represent a group represented by the following formula (IV) or (V): 




wherein R 41 and R 51 each independently represent a hydrogen atom, a C V4 alkyl or a C^. A alkoxy, A repre- 
sents -SO3M or - COOM, M is as defined above and n is 1 or 2. 

12. The ink set according to any one of claims 1 to 10. which further comprises a black ink composition comprising a 
dye represented by the formula (I) defined in claim 1 1 . wherein R 1 is in the m-position to the azo group and repre- 
sents PO(OM) 2 or COOM. and a dye represented by the following formula(VI): 
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OH 




NH2 



(VI) 



(SQ 3 M)n 



15 



20 



wherein M is as defined above; 
m is 1 or 2; and 
n isOor 1. 



13. The ink set according to any one of claims 1 to 10. which further comprises a black ink composition comprising 
group A of dyes and group B of dyes. 

25 the group A of dyes comprising a dye represented by the formula (I) defined in claim 10 and a dye represented 

by the formula (VI) defined in claim 1 2, 

the group B of dyes comprising the second group of dyes defined in claim 1 1 . 

14. A recording method comprising the step of depositing an ink composition onto a recording medium to perform print- 
30 ing. wherein the ink compositions of the ink set according to any one of claims 1 to 1 0 are used. 

15. An ink jet recording method comprising the steps of: ejecting droplets of an ink composition; and depositing the 
ejected droplets on a recording medium to perform printing, wherein the ink compositions of the ink set according 
to any one of claims 1 to 10 are used. 

35 

1 6. A color recording method comprising the step of depositing an ink composition onto a recording medium to perform 
printing, wherein the ink compositions of the ink set according to any one of claims 1 to 10 are used. 

1 7. A color ink jet recording method comprising the steps of: ejecting droplets of an ink composition; and depositing the 
<o ejected droplets on a recording medium to perform printing, wherein the ink compositions of the ink set according 

to any one of claims 1 to 10 are used. 

18. A record medium prented by the method according to any one of claims 1 4 to 1 7. 

45 19. A yellow ink composition comprising at least a dye. a water-soluble organic solvent, and water, 

the dye comprising a dye represented by the formula (XI) and a dye represented by the formula (XII) defined 
in claim 1. 

so 20. The ink composition according to daim 19, wherein the amount of each dye added is 0.3 to 2.0% by weight. 

21. A magenta ink composition comparing at least a dye. a water-soluble organic solvent, and water, 

the dye comprising at least one member selected from the group consisting of a dye represented by the for- 
55 mula (XIII) defined in claim 1 where R 305 does not represent a group OR 308 , a dye represented by the formula 

(XIV) defined in claim 1. C.I. Reactive Red 147, and C.I. Reactive Red 180. 

22. The ink composition according to claim 21 , wherein the content of the dye is 0.3 to 4.0% by weight. 
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23. An ink composition according to claim 21 or 22, which comprises at least one solid solvent selected from the group 
consisting of urea, trimethylolpropane, and trimethylolethane. 

24. An ink composition according to any one of claims 1 to 5, wherein the content of the water-soluble organic solvent 
is 15 to 35% by weight. 

25. The ink composition according to any one of claims 19 to 24, which further comprises 5 to 15% by weight of a pol- 
yhydric alcohol lower alkyl ether and 0.3 to 1 .8% by weight of acetylene glycol represented by the formula defined 
in claim 6. 

26. The ink composition according to any one of claims 19 to 24, which comprises at least two components selected 
from the following components: 

(a) an amine having a boiling point of -40°C to 90°C, 

(b) an amine having a boiling point of 90°C or above, and 

(c) an inorganic base, and 

with the ink being adjusted to pH 8.5-1 1 at 20°C: 



73 



EP 0 802 246 A1 



INTERNATIONAL SEARCH REPORT 



international application No. 

PCT/JP96/03228 



A. CLASSIFICATION OF SUBJECT MATTER 

Int. CI* £O9Dll/0p, C09B35/34, C09B35/26, C09B29/30, C09B33/10, 

According to International Patent OasaiGcation (IPC) or to both national classification tad IPC 



B. FIELDS SEARCHED 



Minimum documecuooo scajcned (dassificaoon system followed by dassiftanoa symbols) 

Int. Cl«> C09DU/00, C09B35/34, C09B35/26, C09B29/30, C09B33/10, 



DOC ^?iV^"^uV** *" Z 10 ^ <k)aimeca000 » documents are included in the Heidi aearcned 

Jitsuyo t Shman Koho 1926 - 1996 ««*cnco 

Kokai Jitsuyo Shinan Koho 1971 - 1995 - 

Toroku Jxtsuyo Shinan Koho 1994 - 1996 



Electronic data base consulted dunof the i 

CAS ONLINE 



8 of dan bue cad, where practicable, search 



used) 



C DOCUMENTS CONSIDERED TO BE RELEVANT 



Category- 



atancn of document, with ladiouon, where appropna tc, of the relevant purges 



Relevant to da im No. 



EA 



JP, 8-325493, A (Ricoh Co., Ltd.), 
December 10, 1996 (10. 12. 96), 
Claim (Family: none) 

JP, 5-78611, A (Canon Inc.), 

March 30, 1993 (30. 03. 93), 

Claim & DE, 3517891, Al 4 US, 4661158, A 

& JP, 60-243175, A l JP, 3-6193, B2 

& JP, 6-70202, B2 

JP, 7-90211, A (Mitsubishi Chemical Corp.) 
April 4, 1995 (04. 04. 95), 
Claim & WO, 96/26985, Al 

JP, 1-190770, A (Ricoh Co., Ltd.), 
July 31, 1989 (31. 07. 89) , 
Claim & JP, 7-49545, B2 

JP, 7-196934, A (Bayer AG.), 
August 1, 1995 (01. 08. 95), 
Claim & EP, 649881, Al & DE, 4335958, Al 



1, 2, 4-7, 
14-20, 
24-26 

1, 2, 4, 5, 
7, 14-20, 24 
26 



1, 3, 4, 5, 
7, 14-18, 
21-24, 26 

8, 9, 10, 
14-18 



8, 9, 10, 
14-18 



XJ Further documents are listed in the cootoBaCioo of Bok C fl See patent family annex. 



Specs*} ait gone* of died c 



*°ai»«i defiaiag the general cut of *m an wnica •« 
lo be of particular rdevsacc 



the ituernaboaaJGlingdaie or priority 
data ud not tn conflict with me application totaled to inkmud 
ine principle or theory underlying me urveatton 

Y_ c * rticfdocgg>c<>t PwblUhed oa or after me latcraanoaaJ filing Oat "X" dooacsi of particular relevance; me ciaia^ leveaaoa eaaaoc 

considered oovd or cannot be considered to involve ea inventive i 
step when me document is taken alone 



-L" 



wbien may throw doohta oa pnoriry 
Rabbab me pnbikatioa da* of sac* 



cited to establish me pnhllcatioa dam of j 
special mni (as specified) 
"O- docnmesi referring to an oral i 



ciiimit) or »id » 



doenmeat peblisaed prior toiaci»k 
the priori ry date claimed 



-Y- < doca«e»t of pertiesbr relevance; me claimed ieveaaoa cannot be 
other considered to tavotve an inventive step when the document is 

coaabi and wi ih one or more other each docuacats, sack combination 
filing date bat baer aaaa beaag obvwa to a pcrsoa skilled is the an 

~4t" doeameat member of the same patent famil y 



Date of the actual completion of the international scares 

January 9, 1997 (09. 01. 97) 



Date of mailing of the international search report 

January 21, 1997 (21. 01. 97) 



Najje and mailing address of the ISA/ 

Japanese Patent Office 

Facsimile No. 



Authorized officer 



Telephone No. 



Form PCT/1SA/210 (second sheet) (July 1992) 



74 



EP 0 802 246 A1 



INTERNATIONAL SEARCH REPORT 


International application No. 




PCT/JP96/03228 



C(Contmuaticm). DOCUMENTS CONSIDERED TO BE RELEVANT 



Category* 


Citation of document, with indication, where appropriate, of the relevant passages 


Relevant to daim No. 




& US, 5501710, A 




A 


JP, 6-220377, A (Mitsubishi Kasei Corp.)/ 
August 9, 1994 (09. 08. 94), 
Claim (Family: none) 


11-13, 14-18 


A ' 


JP, 59-133274, A (Fujitsu Ltd.), 

July 31, 1984 (31. 07. 84) , 

Claim & US, 4577986, A & CA, 1215953, Al 


11-13, 14-18 


A 


JP, 4-226175, A (Hewlett Packard Co.), 

August 14, 1992 (14. 08. 92), 

Claim & US, 5062893, A & CA, 2038599, A 

& EP, 463737, Bl & DE, 69106949, E 

& SG, 9590977, A 


12, 13, 
14-18 


A 


JP, 6-248211, A (Canon Inc.), 
September 6, 1994 (06. 09. 94), 
Claim (Family: none) 


12, 13, 
14-18 


A 


JP, 6-271802, A (Canon Inc.), 
September 27, 1994 (27. 09. 94), 
Claim & EP, 592774, A3 & US, 5395434, A 
& AU, 9654516, A 


6, 25 



Form PCT/1SA/210 (continuation of second sheet) (July 1992) 



75 



